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PREFACE. 

This  book  is  not  intended  to  be  an  exhaustive  treatise  on  the  subject,  but  is 
designed  to  serve  the  purposes  of  a  laboratory  text-book  for  the  use  of  students 
in  the  chemical  laboratories  of  technical  schools,  and  of  colleges  where  technical 
subjects,  connected  with  this  branch  of  higher  organic  chemistry,  are  taught. 
It  is- also  hoped  that  matter  will  be  found  in  it  of  use  to  chemists  employed 
in  works  dealing  with  the  synthetic  dyestufFs. 

The  need  for  such  a  book  has  been  repeatedly  pointed  out  to  us  by  teachers 
who  have  control  of  laboratories  where  the  usual  course,  only,  of  organic  prepara- 
tion is  carried  out,  and  who  have  realised  the  incompleteness  of  such  a 
course. 

It  is  hardly  necessary  to  say  that  those  students  who  wish  to  rise  to  a 
position  of  any  importance  as  chemist  in  works  where  the  organic  dyestufFs  are 
in  any  way  used,  must  be  thoroughly  conversant  with  the  ordinary  facts  of 
organic  chemistry,  and  in  this  book  we  have  assumed  that  such  theoretical 
knowledge  has  been  acquired. 

With  such  grounding,  we  maintain  that  the  average  student  can,  without 
much  trouble,  master  the  main  principles  of  the  chemistry  of  the  organic  dye- 
stuffs,  the  one  most  important  point  for  him  to  remember  being  that  it  is  not 
necessary  for  him  to  attempt  the  impossible  task  of  remembering  the  technical 
name  and  constitution  of  every  existing  dyestuff. 

Every  dyestuff  belongs  to  some  group  of  organic  compounds,  the  other 
members  of  which  have  analogous  properties  and  analogous  reactions ;  and  if  the 
student  knows  the  reactions  and  characteristics  of  one  member  of  the  group,  he 
will  be  able  to  infer,  with  certain  reservations  which  he  will  learn  by  experience, 
the  properties  of  the  other  members  of  the  same  group. 

In  the  first  part  of  this  book,  therefore,  we  give  a  detailed  theoretical  descrip- 
tion of  the  intermediate  products  and  the  dyestuffs. 

In  the  second  part  we  have  described  the  preparation  of  one  or  more 
typical  members  of  each  of  the  groups  of  the  intermediate  products  and 
dyestuffs. 

Methods  of  preparation  are  described  and  quantities  are  recommended  which 
will  enable  the  ordinary  apparatus  of  the  laboratory  to  be  available,  but  the 
materials  employed  are  only  such  as  would  be  used  by  a  chemist  actually  experi- 
menting in  a  chemical  works.  Thus  the  use  of  ether  is  avoided  except  where 
absolutely  necessary. 
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By  this  means  we  hope  to  enable  the  student  to  pass  from  the  college 
laboratory  to  the  laboratory  of  the  works  without  that  serious  loss  of  time  which 
he  now  often  experiences  befoi'e  he  can  adapt  himself  to  the  totally  different 
nature  of  his  surroundings. 

Preceding  the  portion  of  the  book  dealing  with  the  preparation  of  the 
dyestulFs  will  be  found  a  short  description  of  experimental  dyeing,  in  which 
will  be  found  methods  for  producing  quantitative  dyeings  on  the  fibre,  in  the 
laboratory. 

The  complex  nature  of  many  of  the  commercial  dyestuffs  renders  any 
chemical  analysis  of  them  extremely  uncertain,  and  for  the  most  part  manu- 
facturers and  others  rely  upon  the  comparative  dye-trial  for  an  appreciation  of 
any  product  with  which  they  may  have  to  deal, 

A  knowledge  therefore  of  the  methods  by  which  the  various  dyestuffs  can  be 
quantitatively  fixed  upon  the  fibres  is  essential  to  those  who  intend  ultimately  to 
work  with  them. 

We  have  also  described  the  various  methods  by  which  the  value  of  any  dye- 
stutf  may  be  determined  in  respect  to  its  behaviour  on  the  fibre,  towards 
reagents,  and  towards  conditions  which  it  is  liable  subsequently  to  meet  with, 
and  these  data  should  not  only  be  found  of  use  to  chemists  investigating  the 
nature  of  any  new  commercial  product,  but  also  to  the  research  chemist,  who,  by 
this  means,  will  be  enabled  to  estimate  the  value  of  any  new  product  which  he 
may  have  isolated. 

In  the  preparations  dealing  with  the  raw  materials  and  dyestuffs,  the 
plan  has  been  adopted  of  arranging  so  that  each  preparation  is,  as  far  as 
possible,  a  reduced  facsimile  of  the  corresponding  preparation  in  the  chemical 
works. 

Certain  of  the  intermediate  products  will  have  to  be  subsequently  used  in  the 
preparation  of  the  dyestuffs,  and  in  cases  where  such  raw  materials  are  not  in 
ordinary  use  and  readily  obtained,  we  have  given  instructions  for  preparing  them 
on  a  sufficiently  large  scale,  to  enable  the  student  to  obtain  enough  of  them  for 
future  use. 

In  the  third  part  we  deal  with  the  identification  and  analysis  of  intermediate 
products  and  dyestuffs. 

In  this  case,  also,  we  have  described  the  actual  processes  in  use  in  the 
chemical  works. 

Many  of  these  must  necessarily  be  somewhat  empirical,  and  we  have  only 
described  those  which,  from  our  own  experience,  yield  the  most  satisfactory 
results. 

Some  of  them — as,  for  example,  Knecht's  process  for  the  titration  of  azo-dye- 
stuffs — have  not,  to  our  knowledge,  yet  been  applied  technically,  but  we  have 
inserted  them  because  we  are  of  the  opinion  that  they  are  certain  to  be  used  in 
this  connection  in  the  future. 

The  student  will  find  by  experience  that  the  only  means  of  obtaining  a 
knowledge  of  the  reactions  of  the  dyestuffs,  both  in  the  solid  form  and  upon 
the  fibre,  is  to  possess  a  thorough  knowledge  of  their  constitution,  and  that  if 
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such  knowledge  is  lacking  no  tables  of  reactions  of  whatever  nature  will  be 
of  any  use. 

Such  knowledge  can  only  be  obtained  by  studying  the  theory  of  the  subject, 
and  investigating  for  himself  the  properties  and  reactions  of  one  or  two  members 
of  each  group. 

The  need  of  chemists  in  works,  connected  with  the  dyeing  industry,  possess- 
ing means  of  ascertaining  the  purity  and  character  of  the  products  with  which 
they  have  to  deal,  cannot  surely  be  over-rated,  and  we  hope  that  this  book  will 
enable  students  to  gain  an  insight  into,  and  a  practical  knowledge  of,  the  pro- 
cesses adopted  in  commerce,  which  are  not  usually  gained  during  a  course  of 
organic  preparations  under  existing  conditions. 

Many  of  the  tables  and  matters  dealing  with  the  application  of  the  dyestufFs 
have  been  adapted  from  the  excellent  handbooks  issued  by  the  various  German 
dye-works,  especially  those  of  the  Farbwerke  vorm  Meister  Lucius  &  Bruning, 
Hochst  a/M.,  Messrs  Leopold  Cassella  &,  Co.,  Frankfort  a/M.,  and  of  the  Actien 
Gesellschaft  fUr  Anilinfabrikation,  Berlin, 

We  are  also  indebted  to  Miss  L.  Drey,  of  the  ^lanchester  University,  for  the 
careful  manner  in  which  she  has  repeated  many  of  the  preparations. 

J.  C.  CAIN.     J.  F.  THORPE. 
Manchester,  May  1905. 
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PART  I -THEORETICAL. 


§  I.— INTERMEDIATE  PRODUCTS. 

CHAPTEE  I. 
COAL-TAR :  ITS  OCCURRENCE  AND  PURIFICATION.^ 

Coal-tar  is  produced  by  the  dry  distillation  of  coal,  and  is  therefore  a  bye- 
product  in  the  manufacture  of  coal-gas. 

Coal  being  a  substance  rich  in  carbon  and  poor  in  hydrogen,  furnishes  on 
dry  distillation  substances  which  belong  almost  exclusively  to  the  aromatic 
series,  and  by  far  the  larger  proportion  of  the  aromatic  compounds  used  in  the 
preparation  of  the  artificial  dyestuifs  are  either  obtained  directly  from  coal-tar, 
or  are  formed  from  intermediate  products  prepared  from  substances  present  in 
the  tar. 

For  a  considerable  time  after  the  discovery  of  coal-gas,  the  tar  produced 
was  considered  merely  as  an  encumbrance  and  was  used  mainly  as  a  pigment 
or  fuel. 

The  discovery  by  A.  W.  Hofmann,  in  1845,  that  the  hydrocarbon  b^zene 
was  present  in  the  tar,  caused  his  pupil  Mansfield  to  work  out  a  method  for  its 
commercial  production.  At  that  time,  however,  the  first  artificial  dyestufF  had 
not  yet  been  prepared,  and  the  enormous  importance  of  this  substance  was  not 
understood.  It  was  not  until  the  discovery  of  Mauveine  in  1856  and  of  Fuchsine 
(Magenta)  in  1859,  both  of  which  were  indirectly  prepared  from  benzene,  that 
any  considerable  attempt  was  made  to  separate  the  tar  into  its  various  con- 
stituents. 

The  composition  of  tar  varies  very  greatly  according  to  the  temperature  of 
distillation. 

The  products  from  coal  distilled  at  a  low  temperature,  say  400-450°  C,  will 
consist  chiefly  of  members  of  the  paraffin  and  olefine  series.  The  lower  members 
of  these  series  are  liquids  and  the  higher  ones  solid,  so  that  coal  distilled  at  a 
low  temperature  will  yield  comparatively  little  permanent  gas.  As  the  tem- 
perature of  distillation  is  raised  the  paraffin  hydrocarbons  are  destroyed,  and 
benzenoid  hydrocarbons,  free  carbon,  and  an  increased  production  of  permanent 
gas  formed. 

1  See  also  Lunge,  Coal-Tar  and  Ammonia,  3rd  ed.,  1900. 
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The  usual  temperature  obtained  in  actual  practice  is  from  980°  to  1100°  C, 
at  which  temperature  there  is  a  maximum  yield  of  benzene,  toluene,  phenol,  etc., 
in  the  tar,  with  a  maximum  of  illuminating  power  in  the  gas. 

Should  the  temperature  be  taken  beyond  this  there  will  be  a  larger  pro- 
duction of  gas  at  the  expense  of  its  light-giving  constituents. 

The  tar  also  that  is  prodviced  at  a  very  high  temperature  contains  a  large 
percentage  of  naphthalene,  phenanthrene,  pyrene,  etc.,  and  a  correspondingly 
diminished  quantity  of  benzene,  etc.  (Newbigging,  Handbook  for  Gas  Engineers 
and  Managers,  1904.) 

This  variation  in  the  composition  of  coal-tar  can  be  readily  understood  when 
the  researches  of  Berthelot,  Anschtitz,  and  others  on  the  polymerisation  of 
hydrocarbons  are  taken  into  account. 

Thus  Berthelot,  on  passing  hydrocarbons  through  red-hot  tubes,  found  that 
aromatic  compounds  were  produced  from  hydrocarbons  of  the  aliphatic  series 
by  polymerisation  and  loss  of  hydrogen.     In  this  way — 

(1)  Methane  can  be  converted  into  propylene,  benzene,  and  naphthalene. 

(2)  Acetylene  can  be   converted  into  hydrogen,  ethane,  ethylene,  benzene, 

styrene,  and  naphthalene. 

(3)  Benzene  +  ethylene  can  be  converted  into  styrene,  naphthalene,  anthra- 

cene, etc. 

The  following  scheme  shows  this  : — 

CH  CH        CH  CH  CH 

CH   CH      CH  CH       CH        H^  y  NOH 

III   ->     I    I     -}-         -»        I        +  Ha 
CH   CH      CH  CH       CH       ch'\  A  /CH 

CH  CH        CH  CH  CH 

3  mols.  benzene.         2  mols.  naphthalene, 

acetylene.  acetylene. 

(Berthelot,  A.  Ch.,  [4],  ix.  469.) 

Anthracene  can  also  be  formed  from  naphthalene  and  acetylene : — 

CH 


CH  CH        ^  _H  CH  CH 


CH 
CH 


+  Ha 


C^C 
CH  CH  CH 


naphthalene.  2  mols.  anthracene, 

acetylene. 

The  purification  of  coal-tar  is  effected  by  distillation.  The  crude  tar,  which 
contains  a  considerable  quantity  of  ammonia  water,  is  first  freed  from  this  by 
gravitation.  It  is  then  transferred  to  the  stills,  which  are  vertical,  and  con- 
nected with  a  worm  surrounded  with  water,  which  can  be  either  cooled  or 
warmed  as  occasion  requires. 

The  tar  in  the  stills  is  kept  in  motion  by  means  of  mechanical  stirring 
apparatus,  or  by  passing  in  a  current  of  superheated  steam. 

The  first  operation  consists  in  separating  the  distillate  into  four  fractions : — 

I.  The  light  oil,  which  consists  of  that  portion  which  passes  over  up  to  150°  C, 
and  contains  benzene,  toluene,  etc.  (I^his  fraction  floats  on  water,  hence 
its  name). 
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II.  The  middle  oil,  B.P.   150-200°  C,  consisting  of  phenol,  naphthalene,  etc. 
(has  sp.  gr.  of  about  1). 
III.  The   heavy   oil,    B.P.    200-310°    C,    consisting   of  naphthalene,   phenols, 

quinoline  bases,  etc.  (sinks  in  water). 
IV.  The  anthracene  oil,  B.P.  300-400°  C,  which  contains  anthracene,  etc. 

This  fraction,  from  its  colour,  is  also  termed  ''green  oil."  The  residue  in 
the  retort  is  run  out  and  is  known  as  "pitch." 

These  four  fractions  are  now  subjected  to  further  purification.  Each  fraction 
is  first  washed  with  dilute  acids,  and  then  with  alkalies — in  the  first  case  to 
remove  the  bases,  in  the  second  to  remove  the  phenols,  etc.^  It  is  finally 
washed  with  strong  sulphuric  acid  and  then  again  subjected  to  careful  frac- 
tional distillation,  one  or  other  of  the  various  fractionating  columns  being 
employed  in  order  to  effect  complete  separation. 

In  this  way  benzene  and  toluene  are  obtained  pure.  The  three  xylenes,  which 
owing  to  the  similarity  in  the  boiling-points  cannot  be  separated  by  fractional 
distillation,  are  not  separated,  but  are  used  as  commercial  xylene. 

According  to  Brunck,  the  total  output  of  benzene  and  toluene  for  the  year 
1900  amounted  to  25,000  to  30,000  tons,  of  which  about  four-fifths  must  be 
taken  as  representing  benzene. 

This  quantity  of  benzene  and  toluene  is  not  all  derived  from  coal-tar,  since, 
of  late  years,  a  considerable  quantity  of  these  substances  has  been  recovered  by 
using  the  closed  coke  ovens  instead  of  the  open  ones  formerly  employed. 

It  has  been  stated  that  the  German  coke  factories  produced  upwards  of  7000 
tons  of  benzene  in  this  way  during  the  year  1900. 

Naphthalene  is  deposited  from  the  fractions  which  pass  over  between 
180°  and  250°,  and  is  purified  by  first  pressing,  then  washing  with  alkali  and 
acid  (if  necessary),  again  pressing,  and  finally  subliming  or  distilling. 

In  spite  of  the  enormous  quantity  of  this  substance  used  for  the  preparation 
of  the  various  and  important  sulphonic  acids  of  the  naphthols  and  naphthylamines, 
the  supply  of  naphthalene  produced  in  this  way  from  coal-tar  was  always  greater 
than  the  demand^  and  consequently  a  considerable  quantity  was  yearly  burnt  to 
lamp-black. 

The  discovery  by  the  Badische  Anilin  and  Soda  Manufactory,  that  naphthalene 
could  be  easily  converted  into  phthalic  anhydride  by  distilling  with  fuming 
sulphuric  acid  in  the  presence  of  mercury,  and  the  elaboration  of  their 
commercial  process  for  the  manufacture  of  artificial  indigo,  using  phthalic 
anhydride  and  hence  naphthalene  as  a  starting-point,  has  caused  this  substance 
to  become  one  of  the  most  valuable  products  of  the  distillation  of  coal-tar. 

Anthracene  is  deposited  from  the  anthracene  oils  as  a  green  slimy  mass, 
which  is  partially  purified  by  pressing  ;  in  this  state  it  contains  about  12  to  14  per 
cent,  of  anthracene. 

There  are  a  number  of  processes  by  which  the  ciude  anthracene  may  be 
purified  sufficiently  for  convei'sion  into  anthraquinone,  m  which  state  it  finds  its 
most  important  application,  namely,  in  the  preparation  of  artificial  Alizarine. 

I.  The  crude  anthracene  is  extracted  with  creosote  oil  (heavy  oil),  which  dis- 
solves out  the  impurities  and  leaves  a  product  containing  about  40  per  cent, 
of  anthracene.  This  is  usually  not  further  purified,  but  is  directly  oxidised 
to  anthraquinone,  a  px-ocess  which  causes  the  various  impurities  to  be  eliminated. 

The  crude  anthracene  contains  other  hydrocarbons,  such  as  phenanthrene, 
fluorene,  pyrene,  etc.,  which  on  treatment  with  bichromate  of  potash  and 
sulphuric    acid    remain    for  the  most  part  unaltered,   whilst  the  anthracene  is 

^  Latterly  it  has  become  more  general  to  begin  with  alkaline  washing,  follow  with  sulphuric 
acid,  and  finish  with  a  weak  solution  of  caustic  soda. 
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oxidised  completely  to  anthraquinone ;  on  treating  the  oxidised  mixture  with 
moderately  strong  sulphuric  acid  the  anthraquinone  remains  unaltered,  but  the 
hydrocarbons  are  converted  into  sulphonic  acids. 

On  pouring  the  solution  into  water  the  sulphonic  acids  dissolve  and  the 
anthraquinone  is  deposited.  This  is  finally  purified  by  sublimation  with  super- 
heated steam. 

II.  Another  method  consists  in  heating  the  crude  anthracene  with 
sulphurous  acid,  whereby  the  bulk  of  the  impurities  pass  into  solution  and  a 
product  is  left  containing  about  85  to  90  per  cent,  of  anthracene. 

III.  Other  solvents  which  have  been  found  advantageous  for  this  purpose  are 
acetone  oils  and  pyridine  ;  by  this  last  solvent  a  product  containing  from  95  to  98 
per  cent,  of  anthracene  can  be  obtained. 

Phenol  is  recovered  from  the  alkaline  washings  of  the  various  distillates  on 
acidifying,  for  which  purpose  carbonic  acid,  in  place  of  a  mineral  acid,  has  lately 
found  a  wide  application. 

The  chief  quantity  of  phenol  is  obtained  from  the  "  creosote  oils,"  which  form 
the  intermediate,  running  between  the  light  and  the  middle  oils.  It  is  purified 
by  distillation. 

Altogether  more  than  one  hundred  substances  have  been  isolated  from  coal-tar. 
The  average  percentages  of  the  more  important  are  : — 


Benzene, 

Toluene, 

Xylenes, 

Phenols, 

Cresols, 

Naphthalene, 

Anthracene, 


Average  yield  per  cent,  of  the 
weight  of  tar. 

0*6-0-8 
0-2-0'4 
0-2-0-3 
0-2-0-3 
0-5-0-8 
2-10 
0-2-0-4 


The  following  table  shows  the  average  percentage  of  the  products  obtained 
from  100  tons  of  coal-tar  (Roscoe) : — 


1. 

2. 

Naphtha, 

3-0 

2-0  per  cent. 

Light  oils  and  carbolic  acid. 

1-5 

0-8       „ 

Heavy  oils,  naphthalene,  anthracene, 

35-0 

25-0       „ 

Pitch,      .             .             . 

50  0 

60-0       „ 

Water  and  loss,    . 

10-5 

122       „ 

100-0 

1000       „ 

Colson  {Newhigging,  p.  407)  obtained  from 

one  ton  of  tar  : — 

Crude  naphtha,  30  per  cent,  at  120°  C, 

6-79  gallons 

Carbolic  acid,  crude,  60°  C,    . 

3-50       „ 

Heavy  naphtha,  20  per  cent,  at  160°  C, 

3-55       „ 

Creosote,         .... 

58-04       „ 

Ammoniacal  liquor,  10  oz.. 

500       „ 

Naphthalene, 

. 

33-91  lbs. 

Anthracene,  33  per  cent.. 

13-60   „ 

Pitch,               .... 

12-67  cwts. 

The  most   favourable   temperature  for  the  production  of  aromatic   hydro- 
carbons is  700-800°  C.  {private  communication  from  W.  A.  Bone). 


CHAPTEE  II. 

NITRATION.     {Benzene  Series.) 

Speaking  generally,  the  nitro-group  (NOo)  is  introduced  into  the  aromatic 
nucleus  by  the  direct  action  of  nitric  acid. 

This  action,  which  is  characteristic  of  aromatic  compounds,  may  be  repre- 
sented by  the  equation 

CgHe  +  NOoOH  -»  CgHsNOa  +  HsO, 

the  further  action  of  nitric  acid  producing  bodies  containing  two  or  more  nitro- 
groups,  according  to  the  equation 

C6H5NO2  +  NO2OH  -»  C^S,{N0^)2  +  :K.p. 

Not  only  do  the  aromatic  hydrocarbons  yield  nitro-derivatives,  but  also  the  many 
derivatives  of  these  hydrocarbons  made  by  substituting  the  hydrogen  atoms  by 
the  hydroxyl  (OH),  amino  (NH,),  aldehyde  (CHO),  carboxyl  (COOH),  etc., 
groups,  the  formation  of  the  nitro-compound  taking  place  with  greater  or  less 
ease  according  to  the  nature  of  the  substance  nitrated. 

Thus,  in  cases  where  the  compound  is  very  easily  nitrated,  the  action  of 
nitric  acid  diluted  with  water  is  sufficient  to  bring  about  the  formation  of  the 
nitro-compound,  whilst  in  other  cases  the  presence  of  sulphuric  acid  is  necessary 
before  nitration  can  be  effected. 

In  nitrating  with  nitric  acid  in  the  presence  of  sulphuric  acid  it  is  usually 
advisable  to  add  the  substance  to  be  nitrated  gradually  to  a  well-cooled  solution 
of  nitric  and  sulphuric  acids  (e.g.  naphthalene),  although  in  special  cases  the 
reaction  may  be  varied  with  advantage  by  dissolving  the  substance  in  con- 
centrated sulphuric  acid,  and  gradually  adding  the  nitric  acid  to  this  solution 
(e.g.  nitro  sulphonic  acids),  or  also  by  adding  the  mixture  of  acids  to  the  pure 
substance  (e.g.  benzene,  etc.).  In  many  cases  nitration  can  be  carried  out  by 
adding  powdered  sodium  nitrate  to  the  solution  of  the  substance  to  be  nitrated 
in  sulphuric  acid. 

On  the  large  scale  the  operation  is  effected  in  an  iron  pan  fitted  with  a  stirrer. 
The  pan  is  so  arranged  that  it  can  be  cooled  by  a  stream  of  cold  watet  on  the 
outside,  as  nitrations  are  usually  carried  on  between  0°  and  40°.  ? 

If  the  nitric  acid  or  mixture  of  this  with  sulphuric  acid  is  to  be  ad^ed  to  the 
substance  contained  in  the  pan,  it  is  measured  in  a  stoneware  vessel  placed  at  a 
convenient  height  above  the  pan. 

The  product  of  nitration  is  worked  up  either  by  allowing  it  to  settle  and 
decanting,  or  (if  a  liquid)  by  pouring  upon  ice.  If  the  substance  nitrated  is  a 
sulphonic  acid,  the  product  is  usually  diluted  with  water  and  isolated  by  means 
of  its  calcium  salt. 

Reactions  of  the  nitro-group. — The  nitro-compovmds  of  the  hydrocarbons 
are  indifferent  neutral  substances  like  the  hydrocarbons  themselves,  but  the 
entrance  of  the  nitro-group  into  the  aromatic  nucleus,  already  containing  either 
an  acid  or  a  basic  group,  modifies  the  reactions  of  these  groups. 
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Thus  phenol  (CgHgOH),  which  is  a  sufficiently  strong  acid  to  form  a  stable 
sodium  salt  with  caustic  soda,  but  not  acid  enough  to  decompose  carbonates, 
becomes,  on  conversion  into  trinitrophenol  (picric  acid),  CgH2(N0.2)30H,  a  strong 
acid  which  readily  reacts  with  carbonates.  The  same  change  is  produced  in 
the  conversion  of  a-naphthol  into  Naphthol  yellow  (see  page  45). 

Conversely,  aniline,  CjjHgNHg,  is  converted  on  nitration  into  nitro-aniline, 
CgH4(N02)NH2,  a  substance  which  is  very  much  less  basic  than  aniline 
itself. 

The  chief  reaction  of  the  nitro-group,  and  the  one  which  causes  it  to  be  of  so 
much  importance  in  the  preparation  of  the  dyestuflfs  and  the  intermediate 
products  of  the  dyestuflf  manufacture,  is  its  behaviour  on  reduction. 

When  treated  with  nascent  hydrogen,^  it  is  converted  into  the  amino-group 
according  to  the  scheme 

R.  NO2  +  3H2  ->  R.  NI£j  +  2HoO. 

(See  p.  19.) 

Orientation  of  the  nitro-compounds. — Owing  to  the  symmetrical  nature  of  the 
benzene  ring  only  one  nitrobenzene  is  formed  by  the  nitration  of  benzene. 

When  an  alkyl  group  is  present  the  nitro-group  enters  in  the  ortho-  and 
para-,  but  not  the  wieto-position.     Thus — 

R.  R.  R. 

NO.    and    A 


NO.3 

The  same  position  is  taken  up  when  the  benzene  ring  contains  an  hydroxy! 
group.  Thus  ortho-  and  juara-nitrophenol  are  formed  by  the  nitration  of 
phenol,  C,H5(OH). 

When  either  the  aldehyde  (CHO),  carboxyl  (COOH),  or  cyanogen  (CN) 
group  is  present  in  the  benzene  ring,  the  ?ne^a-nitro-compound  is  produced  on 
nitration.  Thus  benzaldehyde  (C,;Hj,CHO),  benzoic  acid  (CgH^COOH),  and 
benzonitrile  (CgHgCN)  yield  on  nitration 

CHO  COOH  ON 


k^Wo,  Is^^NTO,  ^'nO, 

??t-nitrobenzaldehyde,     ?w-nitrobenzoic  acid,     ??;-nitrobenzonitrile, 

respectively. 

The  ???e^a-position  is  also  taken  up  when  a  benzene  derivative  already  contain- 
ing a  nitro-group  is  further  nitrated. 

Thus  nitrobenzene  on  further  nitration  yields  me^a-dinitrobenzene 

No^  irOj 

/\ 

-Wo, 


and  ori^o-nitrotoluene  and  or^/io-nitrophenol  yield  on  nitration 
CH3  OH 

^f^O,  and        QnO, 

NO2  NO2 

respectively. 

'  Under  certain  conditions  other  important  reduction  products  are  obtained,  which  will  be 
described  later. 


NITRATION.  7 

Similarly,  we;^a-nitro-compounds  made  by  the  nitration  of  compounds  con- 
taining the  groups  COOH,  OHO,  or  ON,  yield  on  further  nitration  bodies 
containing  the  second  nitro-group  in  the  ??ie^a-position  to  the  first. 

Thus  »i-nitrobenzoic  acid,  m-nitrobenzaldehyde,  and  ?w-nitrobenzonitrile 
yield  on  further  nitration 

COOH  CHO  CN 


respectively. 


N0,'\   /^NO,  N0,'\  ^NOa  NO^'^y'NO^ 


NITRATION.     (Naphthalene  Series.) 

The  methods  of  introducing  the  nitro-group  indicated  in  the  case  of  the 
derivatives  of  benzene  apply  also  to  the  naphthalene  derivatives,  and  the  reactions 
of  the  nitro-compound  produced  are  the  same. 

A  difference,  however,  arises  in  the  orientation,  owing  to  the  asymmetric 
nature  of  the  naphthalene  molecule. 

The  constitution  of  naphthalene  is  represented  by  the  formula 


the  two  different  positions  in  the  nucleus  which  causes  naphthalene  to  be 
capable  of  forming  two  mono-substitution  products  being  represented  by  the  signs 
(a)  and  {(3)  respectively. 

Another  method  is  to  number  the  positions  in  the  manner  indicated  in  the 
following  formula : — 

8       1 


> 


5       4 

in  which  case  the  positions  2,  3,  6,  7,  and  1,  4,  5,  8  become  of  equal  value. 

Orientation  in  the  naphthalene  series  is  shown  in  the  table  on  p.  8 
{Reverdin  and  Fuldd). 

By  the  nitration  of  naphthalene  the  a-position  is  occupied,  and  by  further 
nitration  the  a-position  5  or  8. 

Thus  from  naphthalene,  a-nitronaphthalene  is  produced 

NO. 

1       I        I 

which  on  further  nitration  passes  into 

NO,  NOo  NO, 

and 


1 


The   formation   of  /3-nitro  derivatives  by  the  nitration  of  naphthalene  has 
never  been  observed. 
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CHAPTEK  III. 

SULPHONATION.     (Benzene  Series.) 

Aromatic  compounds  possess  the  characteristic  property  of  forming  sulphonic 
acids  on  treatment  with  strong  sulphuric  acid. 

Thus  benzene  passes  in  this  manner  into  benzene  sulphonic  acid, 

CfiHe  +  OHSOaH  ->  CeHgSOsH  +  HaO. 

Aniline,     on     treatment     with     sulphuric    acid,    into    aniline    sulphonic    acid 
(p-sulphanilic  acid), 

CfiHgNHo  +  OHSOsH  ->  C6H4(S03H)NH2  +  H20. 

The  sulphonic  acid  group  is  strongly  negative,  and  on  entering  into  the 
aromatic  hydrocarbon  converts  it  into  a  strong  acid.  Even  when,  as  in  sul- 
phanilic  acid,  it  enters  into  a  nucleus  already  containing  a  basic  group,  its 
acid  influence  is  such  as  to  more  than  completely  neutralise  the  basic  influence 
of  the  amido-group,  and  thus  sulphanilic  acid  exhibits  acid  properties. 

The  entrance  of  the  sulphonic  acid  group  is  nearly  always  brought  about  by 
the  action  of  sulphuric  acid — the  strength  of  the  acid  and  the  temperature  of 
sulphonation  depending  on  the  nature  of  the  substance,  in  some  instances  it 
being  necessary  to  employ  an  acid  containing  a  large  percentage  of  free  SO3  ; 
occasionally  also  chloro-sulphonic  acid  is  used  ;  whilst  in  others  even  sodium 
bisulphite  (NaHSOg)  has  been  found  sufficient. 

An  interesting  general  method  of  introducing  the  sulphonic  acid  group  is  that 
described  by  Gattermann  (Ber.,  1899,  xxxii.  1136),  which  consists  in  preparing 
a  sulphinic  acid  (SO<,H)  by  the  action  of  finely  divided  copper  on  a  diazo- 
solution  which  has  been  saturated  with  sulphur  dioxide,  and  oxidising  the 
product  by  means  of  alkaline  permanganate. 

Another  method,  which  has  been  applied  more  particularly  to  the  preparation 
of  the  naphthalene  polysulphonic  acids,  consists  in  oxidising  the  sulphur  sub- 
stitution compounds  of  the  naphthalene  sulphonic  acids.  These  are  obtained 
from  the  corresponding  amido-compounds  by  treating  the  diazo-salt  with 
potassium  xanthate  (K(CoH-)CSoO)  and  saponifying  the  product  with  alkalies 
(D.P.  70,296/92). 

The  so-called  "  baking  process "  for  the  introduction  of  the  sulphonic  acid 
group  consists  in  roasting  or  baking  the  acid  sulphate  of  a  base.  Thus,  for 
example,  aniline  acid  sulphate  when  heated  to  180°  undergoes  an  intramolecular 
change,  and  p-sulphanilic  acid  is  quantitatively  produced  (see  p.  204). 

pH,.H2S0,         _^        f^i     +     H2O. 
SO,H 

This  process  is  carried  on  technically  also  for  the  manufacture  of  naphthionic 
acid  from  a-naphthylamine  acid  sulphate ;  but,  unlike  the  above  case,  is  difficult 


^ 
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to  imitate  on  the  small  scale,  so  that  the  use  of   an  excess  of  sulphuric  acid  is 
adopted  in  the  example  on  p.  217. 

NK,.H.S04  NH2 

+     H2O 
SO3H 

The  fact  that  the  sulphonic  acids  are  mostly  soluble  in  water  renders  it 
necessary  that  some  method  should  be  adopted  by  which  they  can  be  separated 
from  the  excess  of  sulphuric  acid  used  in  the  sulphonation. 

Here,  again,  the  special  experimental  methods  have  to  be  used  in  special 
cases.     Those  usually  found  most  effective  being — 

(1)  Precipitating  the  sulphonic  acid  from  its  solution  by  means  of  a  saturated 

solution  of  some  salt,  such  as  sodium  chloride^  potassium  chloride,  etc. 

(2)  Treating  the  mixture  of  sulphuric  acid  and  the  sulphonic  acid  with  either 

calcium,  barium,  or  lead  carbonates  and  filtering.  Since  in  many 
instances  sulphonic  acids  form  soluble  salts  with  these  metals,  they  pass 
through  in  solution  whilst  the  sulphates  remain  on  the  filter.  The 
calcium  salt  is  usually  made  on  the  large  scale. 

(3)  In  some  cases  the  sulphonic  acid  is  insoluble  in  cold  sulphuric  acid,  and 

it  is  only  necessary  to  filter  the  solution  through  asbestos  or  glass-wool 
in  order  to  obtain  it  pure. 

The  orientation  of  the  sulphonic  acids  is  the  same  as  that  indicated  in  the 
case  of  the  nitro-compounds.  Thus  benzene  sulphonic  acid  on  further  sul- 
phonation, is  converted  into  mete-benzene  disulphonic  acid 

SO,H 

JsO,H 


Reactions. — The  most  important  reaction  of  the  sulphonic  acid  group  is  its 
conversion  into  the  hydroiyl  group  (OH)  on  fusion  with  caustic  soda. 

Thus  benzene  sulphonic  acid  under  these  conditions  is  converted  into 
phenol, 

CeHjSOsH  +  NaOH  ->  CgHjOH  +  NaHSOg. 

(See  p.  27.) 

Another  important  reaction,  and  one  that  is  sometimes  used  in  preparing 
compounds  relating  to  the  dyestuffs,  is  the  production  of  the  nitriles  by  fusing 
the  sulphonic  acid  with  potassium  cyanide,  thus  : — 

R.  SO3H  +  KCN  -»  R.  CN  +  KHSO3. 

The  introduction  of  the  sulphonic  acid  group  is  also  of  considerable  import- 
ance in  the  case  of  finished  dyestuffs  themselves,  since,  by  its  means,  a  dyestuff 
insoluble  in  water  may  be  made  soluble,  and  a  soluble  dyestuff  more  soluble. 
This,  however,  will  be  dealt  with  under  its  own  head. 


SULPHONATION.     {Naphthalene  Series.) 

According  to  the  law  discovered  by  Armstrong  and  Wynne,  the  sulphonic 
acid  group  enters  the  a-position  at  low  temperatures,  but  the  ^-position  at 
high  temperatures. 


SULPHONATION.  I  I 

Thus  entreating  naphthalene  with  strong  sulphuric  acid  at  80°  C,  a-naphtha- 
lene  sulphonic  acid 

SO,H 


is  produced;  whilst  at  180°  C,  /3-naphthalene  sulphonic  acid  is  the  chief  product 

The  same  law  holds  on  further  sulphonation.  Thus  the  second  sulphonic 
acid  group  enters  the  most  remote  a-position  at  low  temperatures,  and  the  most 
remote  /3-position  at  high  temperatures. 

Thus  the  sulphonic  acid 

SO,H  SOH 


I    gives,  on  further  sulphonation  in  the  cold,    I 

SO3H 

as  chief  product,  and  at  higher  temperatures  the  sulphonic  acid 

SO3H 


fuither  su 
1SO.H         and         S03Hf    y    ^^O^ 


whilst  the  /3-sulphonic  acid  gives,  on  fuither  sulphonation  at  160°  C,  the  acids 
2  :  6  and  2  :  7 


SO,H' 


as  chief  products. 

The   following   table    shows    the    production   of   the   technically   important 
sulphonic  acids  of  naphthalene  (Heumann)  : — 


S  =  SO  H. 


/       \ 


05^  -go-    sco^ 


s 
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The  sulphonic  acids  of  naphthalene  are  of  considerable  importance,  since 
from  them  are  produced  the  valuable  naphthols  on  fusion  with  caustic 
soda. 

Of  much  greater  importance,  however,  are  the  various  sulphonic  acids  derived 
from  the  naphthylamines  and  naphthols,  made  either  by  treating  them  directly 
with  sulphuric  acid  or  by  indirect  means. 

These  substances  find  an  extensive  application  in  the  preparation  of  the  azo- 
dyestufFs,  and  the  special  methods  of  preparation  and  the  properties  of  the  more 
important  of  them  must  therefore  now  be  given. 


Naphthylamine  Sulphonic  Acids. 

These  are  obtained  by  the  following  general  methods  : — 

(1)  By  sulphonating  an  amido-compound. 

(2)  By  sulphonating  a  nitro-corapound  and  subsequent  reduction. 

(3)  By  nitrating  a  sulphonic  acid  and  subsequent  reduction. 

The  last  two  methods  will  be  first  considered,  and  as  the  general  operations  of 
nitration  and  sulphonation  have  been  already  discussed,  the  different  products 
formed  are  best  explained  by  the  following  table  {Heumann) : — 

Chief  product  is  represented  by > 

Bye-product  is  represented  by > 

S  =  SO3H. 

Nitronaphthalene  monosulphonic  acids. 


NO/S 


^  S 


Nitronaphthalene  disulphonic  acids. 
S 


S 

/ 
NO2    S 


^  s 


NO 


NO, 


NOpIS 


NO, 


In  carrying  out  the  first  method,  both  a-  and  /8-naphthylamine  are  used  on 
the  large  scale. 
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Table    showing    the    sulphonic    acids    derived    from    a-naphthylamine   by 
sulphonation  {Heumann)  : — 


NH2 


>-' 


'NH, 


NH, 


\sRz   ^, 


NH2 


N'NH, 


S 

1NH2 


PH2 


s  s  s  s 

Sulphonic  acids  derived  from  /iJ-naphthylamine  by  sulphonation  (Heumann)  : — 

NH2 


•OCT' 


S^' 


mz   S(^\^Nnh2  s 
s  s 


S 


s  Si 

2 


s  I 


The  following  is  a  short  description  of  the  more  important  naphthylamine 
sulphonic  acids ;  for  a  more  detailed  and  complete  description  a  larger  work 
must  be  consulted  (see  Green,  Organic  Colouring  Matters,  1904;  Tauber  and 
Norman,  Derivate  des  Naphtalins,  1896,  etc.) : — 


Naphthionic  acid 


NH2 


SO3H 

prepared  on  the  large  scale  by  roasting  a-naphthylamine  acid  sulphate  mixed 
with  about  3  per  cent,  of  its  weight  of  oxalic  acid,  to  170-180°.  The  free 
acid  is  difficultly  soluble  in  cold  water,  more  easily  in  hot.  The  sodium  salt 
"  naphthionate  "  crystallises  with  four  molecules  of  water.  The  diazo-compound 
is  yellow  and  insoluble  in  water. 
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By  heating  the  sodium  salt  with  four  parts   of    naphthalene,  a   molecular 
rearrangement  takes  place  and  " ortho-naphthionic  acid"  is  formed 


NH.,  NH, 


S03H 

This  acid  is  made  on  the  large  scale,  but  not  to  any  great  extent. 

By  the  cold  nitration  of  naphthalene  a-sulphonic  acid  and  subsequent  reduction 
of  the  product,  two  acids  are  obtained,  viz. ; — 

S  acid  (a-naphthylamine  sulphonic  acid  1  :  8,  Schoellkopf),  and 
L  acid  (a-naphthylamine  sulphonic  acid  1  :  5,  Laurent). 

The  1  :  8  acid  is  the  more  important  and  is  the  chief  product.  The  free  acid  is 
nearly  insoluble  in  cold  water. 

When  naphthalene  /3-sulphonic  acid  is  nitrated  and  reduced,  the  three  so- 
called  "  Cleve's  "  acids  are  obtained,  viz.,  a-naphthylamine  sulphonic  acids  1  :  6, 
1:7,  and  1  :  3.  The  first  two  are  formed  in  about  equal  proportions  and  form 
the  bulk  of  the  product,  the  last  being  present  in  traces  only. 

The  reduction  mixture  is  usually  directly  combined  with  diazo- compounds 
in  the  production  of  black  polyazo-dyes  for  cotton  (direct). 

By  salting  out  the  reduction  mixture,  or  acidifying,  the  1  :  6  acid  is  pre- 
cipitated.    This  gives  rather  better  shades  than  the  1  :  7. 

The  more  important  of  the  monosulphonic  acids  of  /3-naphthylamine  are 
the  2  :  6  and  the  2  :  7  acids.  The  former  (Bronner's  acid)  is  obtained  from 
"  Schaffer's  acid "  (p.  1 6)  by  heating  it  with  strong  aqueous  ammonia  in  an 
autoclave  to  180°.  The  free  acid  is  difficultly  soluble  in  cold  water ;  the  sodium 
salt  easily  soluble. 

The  2  :  7  or  "  F"  acid  is  similarly  obtained  from  the  corresponding  /3-naphthol 
sulphonic  acid  (p.  16).  The  acid  is  more  soluble  in  hot  water  than  the  preceding 
one,  and  the  sodium  salt  is  easily  soluble  in  water. 

Of  the  polysulphonic  acids  of  the  two  naphthylamines,  the  following  are  the 
technically  important : — 

1-Naphthylamine-Ji. :  7  -  disuiplwnic  arid  (Dahl's  No.  III.  acid).  —  When 
naphthionic  acid  is  further  sulphonated,  a  mixture  of  two  disulphonic  acids  is 
obtained,  viz.,  about  66  per  cent,  of  the  above  acid  and  about  33  per  cent,  of 
the  1:4:6  acid  (Uahl's  No.  II.).  The  latter  is  worthless  for  the  preparation 
of  azo-colouring  matters ;  the  former,  however,  is  used  in  the  preparation  of  wool 
blacks.     The  acid  is  easily  soluble  in  hot  water,  sparingly  soluble  in  cold. 

2-Na2)lithylamine  -3:6-  disulphonic  acid  (aiuido  E,  acid)  is  obtained  by 
heating  the  corresponding  naphthol  acid  with  aqueous  ammonia  in  an  autoclave. 

The  acid  is  much  used  as  a  component  with  which  diazo-compounds  are 
coupled  to  form  azo-dyes,  and  it  is  also  diazotised  itself  and  combined  with  other 
components. 

2-Nap1ithylamine -6:8- disulphxmic  acid  (amido  G  acid)  is  obtained  by 
heating  the  corresponding  naphthol  acid  (G  salt)  with  aqueous  ammonia  in  an 
autoclave ;  also  by  sulphonating  y8-naphthylamine  with  fuming  sulphuric  acid 
(see  p.  222). 

The  free  acid  is  easily  soluble  in  water. 

Diazo-compounds  do  not  combine  with  it.  It  is  used,  in  the  form  of  its 
diazo-compound,  in  the  production  of  Wool  blacks. 
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This  acid  is  also  an  important  intermediate  material  in  the  manufacture  of 
"y"  acid  (amidonaphthol  monosulphonic  acid)  (see  p.  17). 

l-NapMhylamine-3  ;  6  : 8-trisulphonic  acid. — The  starting-point  for  this  acid 
is  sodium  naphthalene-/3-sulphonate.  This  is  heated  with  fuming  sulphuric 
acid  and  the  sulphonation  mixture  directly  nitrated.  The  nitration  mixture  is 
neutralised  with  slaked  lime  treated  with  sodium  carbonate,  and  the  soluble 
sodium  salt  reduced. 

The  solution  of  the  trisodinm  salt  of  the  above  acid  on  evaporation  and 
acidifying  yields  a  precipitate  of  the  disodium  salt;  which,  by  melting  with 
caustic  sodaj  is  converted  into  amidonaphthol  disulphonic  acid  H  (p.  17). 

2-Naphthylamine-3  :  6  : 8-trisulphonic  acid  is  obtained  by  heating  2-naphthol- 
3:6;  8-trisulphonic  acid  with  strong  aqueous  ammonia  in  an  autoclave. 

The  acid  is  an  important  intermediate  product  in  the  manufacture  of  amido- 
naphthol disulphonic  acid  2G  (y-disulphonic  acid). 


Naphthol  Sulphonic  Acids. 

These  acids  are  obtained  either  (1)  by  the  sulphonation  of  naphthols,  or 
(2)  by  converting  naphthylamine  or  chloronaphthalene  sulphonic  acids  or 
naphthalene  polysulphonic  acids  into  the  corresponding  naphthol  sulphonic  acid 
by  treatment  with  nitrous  acid  and  subsequent  boiling  of  the  diazo-compound, 
or  by  melting  with  caustic  alkali. 

The  most  important  of  the  a-naphthol  sulphonic  acids  is  the  1  :  Jf.  acid  or 
Neville  and  Winther's  acid, 

OH 

1    I    I 

S03H 

This  is  prepared  (1)  by  boiling  the  diazo-compound  from  naphthionic  acid  with 
dilute  sulphuric  acid  ;  (2)  by  heating  sodium  naphthionate  with  50  per  cent, 
aqueous  caustic  soda  in  an  autoclave;  (3)  by  heating  naphthionic  acid  with 
sodium  bisulphite  and  decomposing  the  product  with  alkalies.  The  acid  forms 
very  soluble  transparent  tables.  When  prepared  according  to  the  first  method, 
the  solution  is  invariably  coloured  red  from  the  formation  of  the  azo-colour  (diazo- 
tised  naphthionic  acid  -f-  N.  and  W.  acid) ;  and  when  prepared  in  this  way  .the  acid 
is  usually  not  separated,  but  the  solution  used  direct. 

l-Naphthol-3  :  8-disulphonic  acid  (c  acid)  is  obtained  by  boiling  the  diazo- 
compound  of  the  corresponding  a-naphthylamine-3 : 8-disulphonic  acid  with 
dilute  sulphuric  acid ;  the  product  is  the  sultone-sulphonic  acid 


CiftH, 


I 


SO,H 

so; 


which  is  converted  into  the  acid  by  dissolving  in  alkalies,  c  acid  is  also 
obtained  by  heating  the  acid  sodium  salt  of  the  same  naphthylamine-3 : 8- 
disulphonic  acid  with  four  parts  of  water  to  180°  in  an  autoclave.  It  is  used  as 
a  component  in  the  preparation  of  Erika  B  and  Benzo-violet. 

(a-naphthylamine-3  :  8-disulphonic  acid  is  obtained  by  nitration  and  reduction 
of  naphthalene-1  :  6-disulphonic  acid.) 
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yS-Naphthol  Sulphonic  Acids. 

By  sulphonating  ^-naphthol  with  a  small  quantity  (two  parts)  of  concentrated 
sulphuric  acid,  a  mixture  of  two  monosulphonic  acids  is  obtained,  viz., 

Crocein  acid  and  Schaffer's  acid 

SO3H 

If  the  temperature  be  kept  low  the  crocein  acid  predominates,  but  at  a  higher 
temperature  Schaffer's  acid  is  produced  in  the  greater  quantity.  If  the  amount 
of  sulphuric  acid  is  increased,  (^^sul phonic  acids  are  formed,  and  here  again  the 
quantity  of  one  or  the  other  varies  according  to  the  temperature  at  which  the 
sulphonation  is  carried  out. 

At  a  low  temperature  we  have  chiefly 

K  acid 


and  at  a  higher  temperature  chiefly  /  \/  \0H 

A  small  amount  of  Schaffer's  acid  is  also  formed.  G  acid  thus  results  from 
further  sulphonation  of  crocein  acid,  and  E.  acid  from  Schaffer  acid.  In  their 
chemical  behaviour  the  crocein  acid  and  G  acid  correspond  to  each  other,  as  do 
also  the  Schaffer  and  R  acid. 

Thus  the  former  pair  combine  with  much  greater  difficulty  with  diazo- 
compounds  than  do  the  latter ;  they  are  also  much  more  easily  soluble  in  water, 
salt  solution,  and  alcohol  than  the  latter,  and  the  methods  of  separation  of  these 
acids  from  each  other  depend  on  one  or  other  of  these  differences. 

When  combined  with  diazo  -  compounds,  crocein  acid  and  G  acid  yield 
yellow  shades  (hence  the  name  for  the  latter,  ^e?6  =  yellow),  and  Schaffer  and 
R  acid  yield  red  shades  (ro^/i  =  red). 

By  further  sulphonation  of  either  G  or  R  acid  2-naphthol-3  :  6  :  84risiiIphonic 
acid  is  obtained. 

The  second  method  of  preparation  of  naphthol  sulphonic  acids  is  adopted 
in  the  case  of  2-naphthol-7-sulpl tonic  acid  (F  acid),  which  is  obtained  by  heating 
naphthalene-2 : 7-disulphonic  acid  (sulphonation  of  naphthalene-/3-sulphonic 
acid)  with  caustic  soda,  liy  carefully  regulating  the  quantities  and  temperature, 
only  one  sulphonic  acid  group  is  attacked.  At  a  higher  temperature  2  :  7-dioxy- 
naphthalene  is  obtained. 

The  foregoing  naphthylamine  and  naphthol  sulphonic  acids  are  often  treated 
further  in  order  to  obtain  still  more  valuable  products  for  the  production  of 
dyes. 

On  melting  a  naphthylamine  or  naphthol  di-  or  trisulphonic  acid  with  caustic 
soda,  one  sulphonic  acid  group,  as  a  rule,  is  attacked  (under  the  special  conditions 
of  temperature^  etc.),  and  an  amidonaphthol  or  dioxynaphthalene  mono-  or  disul- 
phonic  acid  results. 

The  following  are  the  principal  acids  of  this  group : — 

1  :  S-Amidonaphthol-^-inonosulphonic  acid  (S  acid) 

OH  XHs 


SO3H 
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prepared  by  melting  a-naphthylamine  disulphonic  acid  S 

SO3H  NH2  SO^  NH2 

by  sulphonation 
> 


SO3H 

with  caustic  potash.     The  acid  is  much  used  in  the  production  of  blue  azo-dyes. 
2 : 8-amidonaphthol-6-monosuljp7ionic  add  (y  acid), 

OH 

This,  perhaps  the  most  important  of  the  whole  of  the  sulphonic  acids  derived 
from  naphthalene,  is  prepared  by  melting  /3-Daphthylamine-y-disulphonic  acid 

/  SO3H  \ 

amido  G  salt  i-'^i^NH^ 

with  caustic  soda  in  an  autoclave  (see  also  p.  222). 
1 : 8-Amidonaphthol-2  :  Jf.-disulphonic  acid  (2S  acid) 

O3H 

SO3H 

is  obtained  by  melting  l-naphthylamiue-2  :  4  :  8-trisulphonic  acid 
SO,H  NHL,  SOo-NH 


P°3H      or  its  anhydride      I      I      f^^H 

SO3H  SO3H 

(prepared  by  further  sulphonation  of  a-naphthylamine-8-sulphonic  acid  or  4:8- 
disuiphonic  acid)  with  caustic  soda.  It  is  used  especially  for  making  bright  blue 
azo-dyes  for  cotton. 

2  :  8-Amidonapht]iol-3  :  6-disulphonic  acid  (2R  acid) 

OH 

^^NH^ 
'SO3H 

is  obtained  by  melting  2-naphthylamine-3  : 6  :  8-trisulphonic  acid  (p.  15)  with 
alkalies.     The  acid  is  used  for  making  black  colours  dyeing  cotton  direct. 

1  : 8-Aniidonaphthol-S  :  6-disulphonic  acid  (H  acid) 

OH   NH^ 

SOjH'^/'^/'sOaH 

is  prepared  by  melting  l-naphthylamine-3  : 6  : 8-trisulphonic  acid  with  caustic 
soda.  Also  from  1  :  8-diamidonaphthalene-3  :  6-disulphonic  acid  (prepared  by 
dinitration  and  reduction  of  naphthalene-2  :  7-disulphonic  acid 

2 
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NH2  NH2 

SO3H1AASO3H    -^       /^A 

by  heating  with  dilute  sulphuric  acid  under  pressure. 

By  the  introduction  of  a  second  amido-group  into  a  naphthylamine  sulphonio 
acid,  diamidonaphthalene  sulphonic  acids  are  obtained. 

This  is  brought  about  by  either  (1)  nitration  and  reduction  of  the 
naphthylamine  sulphonic  acid,  the  amido-group  having  been  protected  by 
conversion  into  the  acetamido-group ;  or  (2)  combining  a  diazo-compound  with 
the  aoid  and  reducing  the  azo-colouring  matter  formed. 

1  :  ^-Diamidonaphthalene-d-monosulphonic  acid 

is  obtained  (as  monoacetyl  compound)  from  the  1:6  or  1  :  7-naphthylamine 
sulphonic  acid  (Cleve's  acids)  or  a  mixture  of  the  two  by  nitrating  the  acetyl 
compound  and  reducing  (with  iron  and  acetic  acid)  the  nitro-acid. 

Another  method  is  to  combine  the  acids  or  mixture  of  acids  with  diazo- 
benzene  chloride  forming  the  azo-dye 


N  =  N.aH, 


and  then  to  reduce  this,  whereby  the  diamido-acid  is  produced  and  the  other 
product  of  reduction — viz.,  aniline — removed  by  steam  distillation. 

The  diaraido-acid  is  converted  into  the  monoacetyl  compound  by  boiling 
with  acetic  acid. 

In  order  to  diazotise  this  acid,  it  is  necessary  to  perform  the  operation  in  two 
steps,  as  the  two  amido-groups  cannot  be  diazotised  at  the  same  time  (like 
benzidine).  For  this  reason,  one  is  protected  by  acetylation,  and  then  the  other 
can  be  converted  quantitatively  into  the  diazo-group.  After  this  has  been 
combined  with  a  component,  the  resulting  substance  is  saponified,  and  the  second 
amido-group  now  can  be  successfully  diazotised  and  combined  with  a  suitable 
component. 

Azo-colours  formed  in  this  manner  with  the  above  acid  belong  to  the 
Diaminogen  class. 


CHAPTEE   IV. 

AMIDO-COMPOUNDS  (NHo).     {Benzene  Series.) 

Monamines. 

The  introduction  of  the  amido-group  is  usually  brought  about  by  the  reduction 
of  the  nitro-group  according  to  the  equation 

R.  N0,,+3Ho  -^  R.  NH.3  +  2H2O. 

Practically  any  acid-reducing  agent  may  be  used  for  this  purpose,  and  it  is 
usual  on  the  laboratory  scale  to  employ  tin  and  hydrochloric  acid ;  but  owing  to 
its  cheapness  iron  generally  replaces  the  tin  technically. 

Furthermore,  the  use  of  iron  has  another  advantage,  since,  by  its  means, 
considerably  less  (about  j'(j)  hydrochloric  acid  than  that  theoretically  required 
can  be  used. 

This  is  explained  in  the  following  way : — 

The  first  action  of  the  iron  and  hydrochloric  acid  is  represented  by  the 
equation 

R.  N02  +  3Fe  +  6H01  -^  3FeCl2  +  2HoO  +  R.  IfH.,. 

The  nitro-compound  now  oxidises  the  ferrous  chloride,  and  is  at  the  same  time 
reduced  thus  :  — 

R.  N02  +  6FeCL,  +  4HoO  ->  R.  NH.,  +  4FeCl3  +  2re(OH)3. 

The  excess  of  iron  at  once  reduces  the  ferric  chloride  to  ferrous  chloride,  and 
the  above  reaction  goes  on  again,  a  small  initial  quantity  of  ferrous  chloride 
thus  carrying  on  the  redaction  to  the  end. 

From  the  various  nitro-derivatives  of  benzene  the  corresponding  amido- 
bodies  may  be  prepared  by  reduction,  although  special  methods  have  to  be 
adopted  to  suit  special  conditions. 

Another  method  of  introducing  the  amido-group,  and  one  frequently  em- 
ployed, consists  in  reducing  an  azo-compound. 

A  good  instance  of  this,  and  one  which  serves  to  explain  the  process,  is  the 
following  : — 

o-Toluidine  is  a  bye-product  in  the  manufacture  of  Magenta,  and  on  treatment 
with  nitrous  acid  in  the  presence  of  a  small  quantity  of  mineral  acid  is  converted 
into  amidoazotoluene 


OH, 
N        CH 


which,  on  reduction,  splits  up  in  the  manner    indicated  by  the  line,  giving  a 
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mixture  of  o-toluidine  and  ^toluylenediamine 

CHo 

I  ' 
\    /OH3  /""\ 

I^  H,N^_;>NH2 

The  mixture  of  these  two  bases  is  subsequently  used  in  the  preparation  of 
Safranine  (see  p.  261). 

An  altogether  different  method  is  one  which  is  used  in  the  preparation  of 
2?-nitraniline  (Clayton  Aniline  Co.;  D.P.  148,749). 
^       This    consists    in    heating    /)-chloronitrobenzene    with    excess    of    aqueous 
ammonia  at  130-180°. 

Diamines. 

The  chief  diamines  of  the  benzene  series  which  are  used  in  the  manufacture 
of  dyestuflfs  are  m-phenylenediamine,  m-toluylenediamine,  and  j:)-phenylenediamine 
(in  the  form  of  its  monoacetyl  derivative). 

The  meta-diamines  are  used  chiefiy  as  components  in  the  preparation  of 
azo-dyes  and  Bismarck  brown,  while  the  para-derivative  is  used  as  a  diazo-  (or 
tetrazo)  compound. 

Botli  ?/i-phenylene  and  m-toluylenediamine  are  obtained  by  the  reduction 
of  the  corresponding  dinitro-compouiids  with  iron  and  a  little  hydrochloric 
acid.  Nitrous  acid  converts  them  into  Bismarck  brown,  although  by  acting 
on  y?i-phenylenediamine  with  nitrous  acid,  which  is  added  to  it  suddenly, 
nitroso-m-phenylenediamine  is  formed  as  well  as  Bismarck  brown  (Tauber  and 
Walder,  Ber.,  1900,  xxxiii.  2116). 

As^-phenylenediamine  itself  cannot  be  satisfactorily  diazotised,  it  is  usually 
prepared  in  the  form  of  its  monoacetyl  compound  by  reduction  of  ^^-nitracet- 
anilide  with  iron  borings  and  acetic  acid  (see  example,  p.  203).  The  amido- 
acetanihde  or  acetyl-p-phenylenediamine  is  easily  and  quantitatively  diazotised, 
and  may  be  coupled  with  any  component.  If  now  the  product  be  heated  with 
alkalies,  the  acetyl  group  is  split  off,  and  the  second  amido-group  may  now,  in 
like  manner,  be  converted  into  the  diazo-group.  Another  way  of  producing  the 
same  end-product,  although  not  so  conveniently  carried  out,  is  to  start  from 
/j-nitraniline  and  to  diazo tise  it  and  cotiple  with  a  component.  The  product  is 
now  reduced  carefully  (so  as  to  leave  the  azo-group  -  N  =  N  -  unattacked)  with 
sodium  sulphide,  and  the  resulting  amido-group  diazotised  as  before. 

A  most  important  class  of  diamines  is  that  belonging  to  the  diphenyl  series, 
for  a  large  number  of  these  when  tetrazotised  and  coupled  with  suitable  com- 
ponents yield  dyestuflfs  capable  of  dyeing  immordanted  cotton  direct.  This 
property  is,  indeed,  not  confined  to  the  diphenyl  derivatives,  but  is  possessed  by 
p-phenylene  diamine  itself,  and  by  diamines  of  the  diphenylamine  series  and 
others. 

The  simplest  member  of  this  group  is  jo-p-diamidodiphenyl  or  benzidine 

NH, 


NH 

1 
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This  is  prepared  by  the  alkaline  reduction  (Zn  and  NaOH)  of  nitrobenzene  by 
which  hydrazobenzene,  OgH5NH  -  NH.C^Hg,  is  obtained,  and  then  by  dissolving 
this  in  hot  hydrochloric  acid  a  remarkable  molecular  change  takes  place,  whereby 
benzidine  is  produced, 

CgHgNH  -NHCfiHg  -^  NH2.CeH4.C6H4.NH2. 

The  reduction  to  hydrazobenzene  has  also  been  brought  about  of  late  years 
electrolytically.  (See  Elbs'  Electrolytic  Preparations,  1903,  p.  82;  also  D.P. 
116,467  and  116,871.) 

By  subjecting  o-nitrotoluene  to  the  same  process  (alkaline  or  electrolytic 
reduction),  hydrazotoluene  is  produced,  which  is,  in  like  manner,  by  the  action 
of  acids,  transformed  into  p-^p-diamidoditolyl  or  tolidine 


/NO.,  /CH,    CH3. 

2C6H4(  ->        CfiH4C  )c,H4 

\CH,  \NH-NH/ 


and 


■■3 


NHo 
jCHj  I       iCH, 


NH 

I 
NH  ,       , 

Xy-CH, 

iCHs  NH2 

This  base  gives  azo-colouring  matters  very  similar  in  dyeing  properties  to 
benzidine 

Other  bases  are : — 

Dianisidine,  obtained  in  an  exactly  similar  way  to  tolidine  from  o-nitroanisol, 

NO,  NH. 


1OCH3         ^11  -^1       lOCH, 

NH 


NH  |^^„ 

-'OOH, 


IOCH3  N^ 

This  base  gives  azo-dyes  which  dye  cotton  a  much  bluer  shade  than  the  above 
bases,  and 

Diehlorobenzidine,  obtained  by  chlorination  and  subsequent  saponification 
of  diacetylbenzidine,  and  also  by  the  above-described  process,  from  o-nitrochloro- 
benzene 

NH2 
/\ 


NO,  NH 

I 
NH 


01 


'CI 
NHo 


The  only  example  of  an  unsymmetric  base  which  is  used  on  the  large  scale  is 
ethoxybenzidine,  which  is  obtained  as  follows  : — 
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(1)  Phenol  is  sulphonated  to  the  p-sulphonic  acid 

OH  OH 


SO3H 

(2)  diazobenzene  chloride  is  combined  with  this 

OH  OH 

CeHaNoCl     +     |        J        -^        |        iNAHg 

S03H  S03H 

and  C3)  the  product  is  ethylated,  yielding  benzeneazophenetol  sulphonic  acid 

OC0H5 

|N,CeH, 


SO3H 

This  by  alkaline  reduction  yields  the  hydrazo-compound 

NHNHCfiHg 
SO3H 

and,  with  acids,  ethoxy benzidine  monosulphonic  acid 


SOiH' 


which,  on  heating  with  water  to  170°  C,  yields  ethoxybenzidine 

OC2H5 

NH,/_>-<^_>NH, 

Reactions  of  the  amido-yroup. — The  property  possessed  by  the  aromatic 
amines  of  giving  diazo-chlorides  when  their  hydrochlorides  are  treated  with 
nitrous  acid  causes  them  to  be  of  considerable  importance  in  the  dyeing 
industry,  not  only  because  of  the  fact  that  these  diazo-chlorides  are  the  bases  of 
the  azo-dyes,  but  also  because  from  them  a  number  of  important  derivatives  of 
the  hydrocarbons  can  be  formed. 

The  diazo-chlorides  are  prepared  by  the  action  of  nitrous  acid  on  the  hydro- 
chloride of  the  amine  in  the  cold  according  to  the  equation 

R.  NH,HC1  +  N00H  ->  R.  N0CI  +  2H0O, 

and  will  be  fully  dealt  with  later. 
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The  following  reactions  of  these  diazo-salts  are  important : — 

(1)  R.  NaCl  +  HaOlhot)-^  R.  OH  +  HCl  +  N,. 

on  heating 

(2)  R.   N2I  >   R.   I  +  N2. 

(3)  f  R.  N2CI  +  C2H5OH  ->  R.  OC2H5  +  HCl  +  N2. 

or  I  R.  N2CI  +  C2H5OH  -^  R.  H  +  N2  +  CH3CH6  +  HCl. 

(4)  R.  N.,C1  ->  R.  Cl  +  Ng.     ^  T    .-.  e.,  ,. 
\  '       •       i                                                -^      I  In  the  presence  of  the  corresponding 


(5)  R.  N2Br  ->  R.  Br  +  Ns.     r     .u^rous  salt 

(6)  R.  N2CN  ->  R.  CN  +  N2.  J     ^"l'^^^^  ^^it- 
Reactions  4,  5,  and  6  are  known  as  the  Sandmeyer  reactions  and  are  of  general 
application. 

The  amido-compounds  may  be  converted  into  nitro-compounds  on  nitration, 
or  into  sulphonic  acids  on  sulphonation. 

Thus  aniline,  CgH-NHg,  on  nitration  as  acetanilide,  CgHgNH.COCHg, 
yields  0-  and  ^-nitracetanilide,  which  give  the  corresponding  nitranilines  on 
hydrolysis. 

By  nitrating  benzylideneaniline,  CgHgN :  CHCgHg,  the  para-derivative  is 
almost  exclusively  formed,  m-nitraniline  is  produced  from  m-dinitrobenzene  by 
reduction  with  a  mixture  of  sodium  sulphide  and  sulphur. 

The  most  important  sulphonic  acid  of  aniline  is  the  para-compound 

NH2 


SO3H 

and  this  is  prepared  by  the  direct  treatment  of  aniline  with  sulphonic  acid,  or, 
better,  by  the  action  of  heat  on  aniline  sulphate  (see  p.  204). 

By  the  action  of  methyl  alcohol  and  hydrochloric  acid  on  aniline,  the 
important  dimethylaniline  CgH.N(CH3)2  is  produced,  which  on  treatment  with 
nitrous-acid  is  converted  into  j)-nitrosodimethyIaniline 

N.(CH3)2 


NO 

largely  used  in  the  preparation  of  dyestuffs. 

The  considerable  importance  which  has  recently  been  acquired  by  those 
sulphur  colours  which  are  prepared  from  diphenylamine  and  its  derivatives  cause 
this  substance  to  be  of  great  technical  interest, 

Diphenylamine  is  prepared  by  heating  aniline  with  aniline  hydrochloride 
under  pressure, 

C6H5NH2.HC1-1-C6H5NH2  ->  CsHgNHCgHs  +  NH4CI, 

and  derivatives  of  it  may  be  prepared  by  heating  together  any  nitro-compound 
containing  a  halogen  atom  in  the  ortho-position  to  the  nitro-group  with  a 
primary  amine  in  the  presence  of  sodium  acetate,  thus 


N02<r       NCl     +     H2N<^^\0H    ->    O^N^  \— NH— <^     \0H     +     HCl 

I  n 

NO,  NOo 
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AMIDO-COMPOUNDS  (NHj).     {Naphthalene  Series.) 

The  remarks  already  made  concerning  the  formation  of  the  amido-compounds 
of  the  benzene  series  apply  also  to  the  denTatives  of  naphthalene. 

Since  by  the  nitration  of  naphthalene  only  a-derivatives  are  formed, 
a-naphthjlamines  alone  can  be  formed  by  their  reduction. 

Thus  a-uitronaphthalene  yields  a-naphthylamine, 

NO.,  NHL, 

3Ho-^  I       I       J     +     2H,0 


'xA^      .      s=,.  1^^ 


^-naphthylamine  must  therefore  be  made  by  other  means,  and  is  formed   by 
heating  ^naphthol  with  ammonia, 


a> 


NHj        ->       I       I       p'^     +     H-O 


Both  these  amines  yield,  on  treatment  with  nitrous  acid,  diazo-salts  which 
are  of  considerable  importance  in  the  dyeing  industry. 

Preparatv/n  of  diazo-salis. — The  preparation  of  solutions  of  diazo-salts  on 
the  small  scale  is  fully  described  m  the  examples  giren  on  pp.  226-240,  but 
there  are  a  few  points  which  may  be  with  advantage  indicated  regarding  the 
diazotisation  of  amines  and  diamines  as  carried  out  technically. 

The  first  stage  of  the  process  consists  in  bringing  the  amine  into  solution,  or 
at  any  rate  into  a  finely  divided  state. 

In  the  case  of  such  substances  as  aniline,  toluidine,  etc.,  this  is  easily 
attained  by  adding  the  right  quantity  of  hydrochloric  acid  and  water.  Solids, 
such  as  the  naphthylamines,  benzidine,  tolidine,  etc.,  are  mixed  with  hot  water 
at  50—60°,  and  easily  dissolve  on  adding  the  calculated  amount  of  hydrochloric 
acid.  In  the  case  of  a  few  other  substances,  e.g.  dianisidine,  it  is  usual  to  take 
boiling  water. 

In  many  cases  the  addition  of  the  further  quantity  of  hydrochloric  acid 
necessary  for  diazotisation  produces  a  precipitate  of  the  hydrochloride  of  the 
base  (as  a  rule  the  hydrochloride  is  much  more  soluble  than  the  sulphate,  so 
that  hydrochloric  acid  is  generally  used),  and  for  this  reason  such  addi- 
tion is  postponed  till  the  solution  has  been  cooled  for  the  diazotising  process. 
Addition  of  acid  now  precipitates  the  hydrochloride,  but  in  a  much  more 
favourable  condition  for  being  acted  upon  by  nitrous  acid  than  if  it  were  brought 
down  while  still  hot. 

In  the  case  of  aniline  and  bases  whose  hydrochlorides  are  easily  soluble  in 
water,  the  whole  of  the  acid  necessary  may  be  added  at  once. 

In  whatever  way  the  solution  of  the  hydrochloride  is  prejjarcd,  it  must  be 
considerably  cooled  before  conversion  into  the  diazo-salt.  Even  in  the  prepara- 
tion of  diazo-salts  which  are  very  stable  the  solution  must  be  cooled,  in  order 
to  prevent  the  escape  of  nitrous  acid. 

Generally  speaking,  when  diazo-salts  are  relatively  unstable,  e.g.  the  diazo- 
chlorides  of  benzene,  toluene,  xylene,  etc.,  the  solution  should  be  cooled  to  0°  C. 
and  not  allowed  to  rise  above  4-5'  C.  A  considerable  amount  of  heat  is  evolved 
when  the  sodium  nitrite  is  run  into  the  acid  solution,  so  that  lumps  of  ice  should 
always  be  present  during  the  process.  In  the  case  of  more  stable  salts,  such  as 
the   diazo-chlorides   prepared   from    benzidine,    tolidine,    dianisidine,    etc.,    the 
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starting  temperature  may  be  8-10°  C,  and  the  final  point  15°  C.^  The  amount  of 
hydrochloric  acid  which  is  necessary  for  diazotisation  is,  according  to  the  equation 

X.  NH2  +  2HCl  +  NaN02=X.  NoCl  +  NaCl  +  2H2O, 

two  molecules  to  one  of  the  base.  A  considerable  excess  of  this  quantity  is, 
however,  taken  in  practice,  as  otherwise  a  diazoamido-compound  is  formed.  The 
usual  quantity  is  two  and  a  half  to  three  molecules  to  one  of  the  base  (or  NHg 
group),  but  occasionally  six  or  seven  molecules  of  acid  are  necessary  to  prevent  the 
formation  of  the  precipitate  of  diazoamido-compound  (as  in  the  case  of  ;>'-nitraniline). 
The  actual  diazotising  process  is  very  simple ;  it  only  consists  in  running  in  a 
solution  of  the  calculated  quantity  of  sodium  nitrite  till  a  reaction  is  obtained 
with  iodide-starch  paper  after  the  solution  has  been  stirred  for  five  to  ten  minutes. 
The  diazo-solution  should  be  quite  clear  and  free  from  foam. 

In  certain  cases  where  an  insoluble  base  has  to  be  diazotised,  it  is  usually 
stirred  for  a  long  time  with  acid  and  excess  of  nitrite  solution  till  the  diazotisation 
is  complete.  This  is  not,  of  course,  ascertained  by  the  use  of  test  paper,  but  by 
observing  the  change  of  colour,  solubility,  etc.,  of  the  substance  under  treatment. 

The  diazo-compound  is  then  usually  coupled  with  a  component,  as  in  the 
preparation  of  azo-dyes ;  or  is  added  slowly  to  a  boiling  solution  of  sulphuric 
acid  (in  the  decomposition  of  the  diazo-salt  prepared  from  naphthionic  acid,  the     K 
filtered  yellow  diazo-compound  is  stirred  up  with  water  before  running  into  the 
hot  acid),  in  order  to  replace  the  group  NoCl  by  the  OH  group. 

Constitution  of  diazo-salts.- — The  first  theory  of  the  constitution  of  the  diazo- 
salts,  and  one  which  has  held  its  ground  till  quite  recently,  is  that  proposed  by 
Kekule  (1866),  according  to  which  the  constitution  of  diazobenzene  chloride  is 

C6H5.N:N-.C1. 

The  chief  arguments  in  favour  of  this  mode  of  writing  the  diazo-salt  being 
(1)  its  simplicity  and  (2)  its  easy  explanation  of  the  formation  of  hydrazines  by 
reduction,  thus : — 

CeH^N:  NCI  +  4H  =  C^IEL-^    NCI. 
H    H3 

In  the  year  1894  the  discovery  of  metallic  diazo-derivatives  by  Schraube  and 
Schmidt  gave  a  new  impetus  to  work  in  this  field,  and  it  was  soon  found  that 
two  classes  of  metallic  diazo-compounds  of  the  formula 

CeHjNoOK 

exist. 

These  were  at  first  considered  to  be  structurally  different,  but  the  researches 
of  Hantzsch  leave  little  doubt  that  such  compounds  are  geometrically  isomeric 
and  representable  by  the  formulae 

CfiH^  CfiH^N 
II        and  II 

EO.N  N.OE 

syn-diazo-oxide  aw/i-diazo-oxide. 

The  increased  attention-  given  by  chemists  to  this  branch  of  organic 
chemistry,  and  the  study  of  the  whole  range  of  diazo-compounds,  led  to  the  re- 

^  For  a  comparison  of  the  stabilities  of  diflFerent  diazo-salts  used  technically,  see  Cain  and 
Nicoll,  J.C.S.,  1902,  Ixxxi.  1412  ;  1903,  Ixxxiii.  206,  470  ;  also  J.  Soc.  Dyers,  1902,  April  No, 

^  Morgan,  "  Our  Present  Knowledge  of  Aromatic  Diazo-Compounds,"  Brit.  Ass.  Reports, 
1902.  Hantzsch,  Die  Diaaoverbindungen,  1902.  Eibner,  Zur  Geschichte  der  aromatischen 
Diazoverbindunge  n ,  1903. 
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introduction  (by  Hantzsch)  of  the  formula  for  diazo-salts  which  had  been 
advocated  by  Blomstrand  (1869),  Strecker  (1871),  and  Erlenmeyer,  sen.  (1874),  in 
which  the  resemblance  to  the  ammonium  compounds  is  emphasised,  viz.  : — 


c^^<^          - 

(aniline  hydrochloride) 
enyl  ammonium  chloride, 

benzene  diazonium 
chloride, 

the  name  diazonium  being  used   to  indicate  the  analogy  with  the  ammonium 
compounds. 

The  above  theory  demands  the  existence  of  three  varieties  of  diazo-compounds, 
which,  in  the  case  of  tlie  cyanides  of  diazotised  ^-anisidine,  have  all  been  pre- 
pared in  the  pure  state  by  Hantzsch,  thus  : — 

R.  N.CN  R.  N  R.  N 

III  II  II 

N  CN.N  N.CN 

diazonium  cyanide      si/w-diazocyanide      aw^t-diazocyanide. 

According  to  Hantzsch  the  combination  of  the  diazonium  salt  with  a  component 
with  formation  of  an  "anti"  azo-colouring  matter  involves  the  formation  of  the 
intermediate,  labile,  fe7/w-colouring  matter,  thus  : — 

R  CgH^.OH        R     C0H4.OH       R 


N=N  + 


N=N  -^  N=N 


CI  H  Cl-H  CeH^.OH. 

The  diazonium  theory  of  diazo-salts  may  be  said  to  have  slowly  replaced  that 
due  to  Kekule,  although  many  text-books  of  recent  date  retain  the  old  method 
of  writing  the  formula  of  these  compounds.^ 

'  It  has  recently  been  suggested  (Cain,  "The  Constitution  of  the  Ammonium  Compounds," 
Manch.  Memoirs,  1904)  that  diazobenzene  chloride  should  be  written 

corresponding  to  a  new  formula  for  ammoniiun  chloride,  viz.,  HjN  —  ClH. 


CHAPTER  V. 
HYDROXYL    COMPOUNDS    (OH).      {Benzene  Series.) 

The  hjdroxyl  group  may  be  introduced  into  the  benzene  nucleus  in  a  number 
of  ways,  of  which  the  following  two  are  the  most  important  : — 

(1)  By  fusing  the  sulphonic  acid,  or  its  alkali  salt,  with  caustic  soda, 

R.  S03Na  +  2NaOH  -^  R.  ONa  +  NaJSOs  +  Kp, 
giving  rise  to  the  alkali  salt  of  the  phenol,  sodium  sulphite  and  water. 

(2)  By  boiling  the  diazo-salt  of  the  amine  with  water, 

R.  N2CI  +  H2O  -»  R.  OH  +  NafHCl. 

An  example  of  the  first  method  is  the  production  of  resorcinol  (?7i-dihydroxy- 
benzene)  by  fusing  benzene  9u-disulphonic  acid  with  caustic  soda. 

The  second  method  is  used  for  the  preparation  of  Neville  and  Winther's  acid 
(a-naphthol-4-sulphonic  acid)  from  naphthionic  acid 


NHo  NoCl  OH 


SO3H  SO3H 

By  the  nitration  of  phenol,  nitro-phenols  are  formed,  which,  on  reduction,  give 
the  corresponding  amidophenols. 

The  most  important  of  these  are  the  dialkyl  7n-amidophenols 

OH 


which  are  largely  used  in  the  preparation  of  the  Rhodamines. 

Phenol,  on   treatment  with   sulphuric   acid,    is   converted   into  the  phenol 
sulphonic  acids,  the  ortho-  and  para-derivatives 

OH  OH 

AS0,H  ^ 


SO3H 

being  formed. 

These  find  employment  in  the  manufacture  of  several  azo-dyestuffs. 

Reactions  of  the  hydroxyl  group. — Unlike  the  aliphatic  hydroxyl  group,  the 
phenol  group  possesses  marked  acid  properties.  Thus  with  dilute  caustic  soda 
it  is  converted  into  a  sodium  salt,  stable  in  aqueous  solution.  It  is  not, 
however,  a  sufficiently  strong  acid  to  decompose  carbonates,  and  it  is  only  by 
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increasing  the  negative  nature  of  the  phenyl  (CgH^)  group  by  the  entrance  of, 
for  example,  nitro-groups  that  the  hydrogen  of  the  hydroxy  1  becomes  sufficiently 
acid  for  this  purpose. 

Thus  picric  acid,  (CyH2(N02))30H,  made  by  the  nitration  of  phenol,  decom- 
poses carbonates. 

The  hydroxyl  group,  together  with  the  amido-group,  forms  a  constituent  of 
almost  every  dyestufF,  and  it  sometimes  happens  that  the  acidic  nature  of  this 
group  has  a  bad  eflfect  upon  the  character  of  a  dyestuff  in  which  it  occurs. 

This  defect  is  remedied  by  converting  the  phenol  group  (in  the  finished  dye) 
into  its  alkyl  salt,  which  can  be  readily  done  by  treating  its  sodium  salt  with 
alkyl  halogen  compounds. 

HYDROXYL   COMPOUNDS   (OH).     {Naphthalene  Series.) 

The  introduction  of  the  hydroxyl  group  in  the  naphthalene  series  is  also  brought 
about  by  fusing  the  sulphonic  acid  with  caustic  soda.  Thus  the  a-  and 
;8-naphthalene  sulphonic  acids  give  a-  and  y8-naphthol 


OH 


and 


^OH   ^ 


when  fused  with  caustic  soda. 

Like  phenol,  both  a-  and  y8-naphthol  are  weak  acids,  and  react  with  caustic 
alkalies,  forming  stable  alkali  salts. 

By  sulphonation  they  pass  into  sulphonic  acids,  an  account  of  which  has 
already  been  given. 


CHAPTEE  VI. 

CARBOXYL   COMPOUNDS  (COOH). 

The   carboxylic   acids   of   chief   importance  in  the  dyeing  industry   are  those 
belonging  to  the  benzene  series. 

The  carboxyl  group  may  be  introduced  in  a  variety  of  ways^  of  which  the 
two  following  are  of  importance  : — 

(1)  Oxidation  of  a  benzene  hydrocarbon  containing  a  side  chain. 

Thus  toluene  on  oxidation  with  manganese  dioxide  and  sulphuric  acid 
yields  benzoic  acid, 

C6H5CH3  +  3O  -»  CeHsCOOH  +  HaO. 

(2)  The  hydrolysis  of  the  nitrile  group. 

Thus  benzonitrile  gives  benzoic  acid  (ammonium  salt) 

C6H5CN  +  2KP  -^  CgHsCOONH^ 

The  most  important  carboxylic  acids  are : — benzoic  acid,  salicylic  acid,  gallic 
acid,  phthalic  acid,  and  tannic  acid ;  and  since  no  general  method  can  be  applied 
for  their  production  they  will  be  described  in  detail. 

Benzoic  acid,  CgH-COOH,  is  obtained  either  by  method  (1)  or  from 
benzotrichloride,  Cf-H^CClg,  on  heating  with  water  .in  the  presence  of  an  iron 
salt. 

Salicylic  acid,  C^H^(OH).COOH  (1:2),  is  prepared  by  Kolbe's  method,  that 
is,  by  passing  carbon  dioxide  over  heated  sodium  phenate,  according  to  the 
following  equations:  — 

I.  CeHjONa  +  COa  -^  CgHsOCOONa. 
/OH 


II    C6H3.0.COONa  -^  aH,< 

COONa 

/OH  /ONa 

III.  CbH/  +C6HgONa  ->  CfiH/  +C6H5OH. 

\COONa  \COONa 

A  modification  of  this  synthesis,  which  permits  of  the  immediate  conversion 
of  all  the  phenol  into  salicylic  acid,  is  known  as  Schmitt's  synthesis.  According 
to  this  method,  the  sodium  phenyl  carbonate  is  heated  in  an  autoclave  under 
pressure  to  140°,  when  it  is  completely  converted  into  sodium  salicylate  accord- 
ing to  equation  II. 

Gallic  acid  is  recovered  by  boiling  gallotannic  acid  with  dilute  sulphuric  acid. 
This  latter,  also  known  as  tannic  acid  or  tannin,  is  obtained  from-  gall-nuts  by 
extracting  the  powdered  nuts  with  ether  and  alcohol,  and  dissolving  the  tannic 
acid  from  the  extract  by  shaking  it  with  water. 
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Plithalic  acid 

/OOOH 

\COOH 

was  formerly  produced  by  oxidising  naphthalene  or  its  derivatives  with  nitric 
acid  or  chromic  acid.  It  is  now,  however,  prepared  by  treating  naphthalene 
with  sulphuric  acid  in  the  presence  of  mercury. 

The  sulphuric  acid  plays  the  part  of  an  oxidising  agent,  and  is  itself  reduced 
to  sulphurous  acid  (D.P.  91,202),  and  the  phthalic  acid  is  obtained  in  the  form 
of  its  anhydride. 

Phthalic  anhydride  is  extensively  used  in  the  preparation  of  the  phthaleines 
(see  p.  250),  and  also  in  the  preparation  of  artificial  indigo  (see  p.  163). 


KETONES  (CO). 

Very  few  of  the  aromatic  ketones  find  any  application  in  the  preparation  of 
dyestuffs. 

Probably  the  most  important  are  those  derivatives  of  benzophenone  which 
are  used  in  the  production  of  the  compounds  of  the  triphenylmethane  series,  of 
which  tetramethy Idiamidobenzophenone 

C0< 

\CeH,N(CH3), 

is  a  type. 

This  substance  is  prepared  by  the  action  of  phosgene  (COClg)  on  dimethyl- 
aniline. 

The  first  product  formed  in  this  reaction  is  evidently  dimethylamidobenzoyl 
chloride 

/CI     CeH,,N(CH3)2  /CeH.NCCHa), 

co<     +  ->  co< 

\C1  ^Cl  +HC1 

which  reacts  further  with  dimethylaniline  to  form  the  ketone 

(1)  (4) 

/CaH^NCOHg).,  .CeH,N(CH,), 

CO/  -»  C0<  +HC1. 

\C1  +C6H5N(CH3),  \C«H,N(CH3)., 

(1)  (4) 

Tetramethyldiamidobenzophenone  on  reduction  yields  tetramethyldiamido- 
benzhydrol 

(1)  (4) 


r/ 


CgH^NCCH, 


■3^2 


CHOH<^ 

\C6H4N(CH3)2 

(1)  (4) 

which  is  also  used  in  the  preparation  of  compounds  of  the  triphenylmethane 
series. 

This  secondary  alcohol  may  be  also  (and  better)  prepared  by  the  oxidation 
of  tetramethyldiamidodiphenylmethane 

/C,H,N(CH3)2 

"\C6H,N(CH3)2 
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which  is  formed  by  the  condensation  of  formaldehyde  and  dimethylaniline 

(1)  (4) 

CH.,o+  ->  cm(  +H.0 

"        CeH5N(CH3),  "\C«H,N(CH3).3 

(1)  (4) 

ALDEHYDES  (CHO). 

The  most  important  aromatic  aldehyde  used  in  the  manufacture  of  the  dye- 
stuffs  is  henzaldelujde. 

It  is  prepared  by  heating  benzyl  chloride  with  lead  nitrate  and  water  (1),  or 
by  heating  benzal  chloride  containing  benzotrichloride,  CgHjCClg,  with  milk  of 
hme  (2) 

(1)  CBH5CH2CI  +  O  ->  CeH^CHO  +  HCl 

(2)  C6H5CHCl2  +  Ca(OH).2  ->  CeHsCHO  +  CaClo  +  H2O 

and  is  used  for  the  preparation  of  Malachite  green.  The  nitro-derivatives  of 
benzaldehyde  are  of  considerable  importance. 

m-Nitrobenziildehi/de 

/NO,   (3) 

\CH0(1) 

is  the  only  one  easily  prepared  by  direct  nitration,  and  gives,  on  reduction, 
7W-amidobenzaldehyde,  which,  on  diazotisation  and  boiling  with  water,  is  con- 
verted into  m-oxyhenzaldehyde 

/OH    (1) 

\CHO  (3) 

used  in  the  preparation  of  dyestuffs  of  the  Patent  blue  type  (see  page  80). 

o-Nitrobenzaldehi/de  is  utilised  in  the  preparation  of  artificial  Indigo  (M.L.Br.). 
It  is  prepared  [Homolka)  by  condensing  o-nitrobenzyl  chloride 

/CH,C1  (1) 

CbH/ 

^NO,      (2) 

with  aniline  to  form  the  benzyl  derivative 

/CH.,.NHCoHg(l) 


C6H4< 

^NO.,  (2) 


which,  on  oxidation,  is  converted  into  o-nitrobenzylidene  aniline 

.CH :  N.CfiHs  (1) 

^N02  (2) 

giving,  on  hydrolysis  with  acids,  o-nitrobenzaldehyde  and  aniline 

,CH  :  NCgHj  /CHO 

+  H2O  ->  CgHZ 
^NO.,  ^NOa 

The  Gattermann  processes  for  the  preparation  of  aldehydes  are  of  exceptional 
interest. 

One  of  these  consists  in  passing  dry  carbon  monoxide  and  hydrochloric  acid 
gas   (at   60-70°  C.)   through   a   mixture   of    cuprous   chloride   and   aluminium 


CeH,/ 


CeH/  +H2O  ->  CfiH/  +O6H5NH2 
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chloride  with  the  aromatic  hydrocarbon  into  which  it  is  desired  to  introduce  the 
aldehyde  group. 

The  mixture  of  carbon  monoxide  and  hydrogen  chloride  apparently  reacts  as 
the  non-existent  formyl  chloride,  which,  like  other  acid  chlorides,  reacts  on  the 
hydrocarbon  according  to  the  equation 


CM. 


H 
CO 


.01 


0„H,0H0  +  H01 


Another  process  consists  in  treating  phenols  with  hydrocyanic  acid  and 
hydrochloric  acid  in  the  presence  of  aluminium  chloride. 

The  products  first  formed  are  aldimides  (containing  the  group  -  CH  :  NH), 
which  are  dissociated  by  the  action  of  hydrolytic  agents  into  the  aldehyde  and 
ammonia. 

This  method  gives  better  results  in  the  naphthalene  series  than  in  the 
benzene  series,  and  has  been  used  by  its  inventor  in  the  preparation  of  a 
number  of  important  aldehyde  derivatives  of  naphthalene. 

It  has  also  been  found  (B.A.S.F.)  that  the  aldehyde  group  can  be  introduced 
by  the  oxidation  of  the  methyl  group  (CH3)  contained  in  aromatic  hydrocarbons. 

Thus  toluene  can  be  converted  into  benzaldehyde  by  oxidation  with  manganese 
dioxide  and  sulphuric  acid. 

The  ortho-sulphonic  acid  of  benzaldehyde 


C2H/ 


OHO  (1) 
SO3H  (2) 


is  used  in  the  manufacture  of  dyestufFs  of  the  patent  blue  class. 
It  is  prepared  by  oxidising  stilbene  sulphonic  acid 


A 


.OH:OH-06H4S03H 

SO3H 

with  potassium  permanganate. 

Formaldehyde,  CH2O,  owing  to  the  many  reactions  into  which  it  enters, 
is  the  most  important  aliphatic  compound  used  as  an  intermediate  product.  It 
is  also  used  under  the  name  of  formalin  (40  per.  cent,  solution)  as  a  disinfectant. 

The  method  of  preparation  consists  in  oxidising  the  vapours  of  methyl 
alcohol  by  atmospheric  oxygen,  in  the  presence  of  an  oxygen  carrier. 

Phosgene,  COCI2,  is  formed  by  passing  carbon  monoxide  and  chlorine  over 
animal  charcoal  in  the  presence  of  a  cooling  mixture  It  is  used  in  the 
preparation  of  the  ketones  described  on  p.  30,  which  are  employed  in  the 
manufacture  of  dyestufFs  of  the  triphenylmethane  series. 


§  2.— THE  DYESTUFFS. 

CHAPTEE  VII. 

APPLICATION  OF  THE  DYESTUFFS. 

Many  theories  have,  from  time  to  time,  been  brought  forward  having  for  their 
object  the  elucidation  of  the  nature  of  dyeing. 
Among  these  may  be  mentioned  : — 

(I.)  The  mechanical  theory. 
(II.)  The  chemical  theory.  •"' 

(III.)  The  solid  solution  theory. 
(IV.)  The  absorption  theory. 

None  of  these,  however,  satisfactorily  explain  the  facts,  and  the  nature  of 
dyeing  must  be  regarded  as  still  but  little  understood. 

The  mechanical  theory  supposes  a  purely  mechanical  absorption  of  the 
dyestufF  by  the  "pores"  of  the  fibres,  which,  on  being  closed  by  astringents, 
retain  the  colour. 

The  chemical  theory  supposes  a  direct  combination  between  the  dye-base 
and  the  fibre,  which  is  (in  the  case  of  w^ool)  presumed  to  possess  both  acid  and 
basic  properties. 

One  of  the  chief  facts  in  support  of  this  theory  was  that  discovered  by  Knecht, 
who  found  that,  when  Magenta  (hydrochloride)  was  boiled  in  aqueous  solution 
with  wool,  the  whole  of  the  hydrochloric  acid  remained  in  the  bath,  whilst  the 
dye-base  (colourless)  combined  with  some  acid  constituent  of  the  wool  to  form 
the  colour. 

Since  then,  however,  it  has  been  shown  that  the  rosaniline  base  in  one  of  its 
forms  is  coloured,  and  that  the  dissociation  of  the  rosaniline  hydrochloride  is 
completely  brought  about  by  boiling  its  aqueous  solution  with  such  inert 
substances  as  glass,  etc. 

As  a  matter  of  fact,  the  laws  of  chemical  combination  are  not  followed  in 
dyeing,  and  the  theory  cannot  be  regarded  as  adequately  expressing  the  facts. 

The  solid  solution  theory  supposes  that  the  fibre  plays  toward  the  dyestuff 
the  part  of  a  solid  solvent.  Here,  again,  however,  the  laws  of  solution  are  not 
generally  obeyed,  and  the  theory  must  be  regarded  as  inadequate. 

The  absorption  theory,  recently  proposed  by  v.  Georgievics,  states  that 
"dyeing  is  a  phenomenon  of  absorption,  the  dye  being  retained  on,  and  in,  the 
fibre  by  adhesion." 

For  an  account  of  this  theory  the  reader  is  referred  to  Prof.  v.  Georgievics' 
Chemicdl  Technology  of  the  Textile  Fibres,  translated  by  Ch.  Salter,  p.  130. 

The  classification  of  the  dyestuffs  from  the  practical  standpoint,  as  mentioned 
in  the  previous  chapter,  is  best  considered  from  the  point  of  view  of  their 
behaviour  towards  the  various  fibres. 
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They  may  in  this  way  be  divided  into  six  classes  : — 

(1)  Acid  dyestuffs. 

(2)  Basic  or  tannin  dyestuffs. 

(3)  Dye-salts  or  substantive  cotton  dyes. 

(4)  Mordant  dyes. 

(5)  Vat  dyes. 

(6)  Developed  dyes. 

The  term  substantive  dyes  means  that  the  dye  possesses  direct  affinity  for 
the  particular  fibre  to  which  it  is  substantive. 

The  term  adjective  means  that  it  has  no  direct  affinity  for  the  particular 
fibre,  but  that  it  can  be  affixed  to  it  by  the  acid  of  some  third  substance,  i.e.  a, 
mordant. 

(1)  Acid  dyestuffs  are  the  sodium  salts  of  the  sulphonic  acids,  as  well  as 
of  such  dyes  as  certain  phenol  groups  associated  with  nitro-groups. 

They  are  substantive  to  wool,  upon  which  they  affix  themselves  from  a  bath 
acidified  with  potassium  hydrogen  sulphate  or  dilute  sulphuric  acid. 

They  form  lakes  with  tannin,  and  hence  can  readily  be  distinguished  from 
the  basic  or  tannin  dyes.  They  have  little  affinity  for  cotton,  and  are  rarely 
used  for  dyeing  this  fibre. 

(2)  Basic  or  tannin  dyestuffs. — These  are  mostly  colour  bases  with  hydro- 
chloric acid  or  zinc  chloride.  Although  they  are  substantive  to  wool  and  can 
be  readily  affixed  to  this  fibre,  yet  they  are,  at  the  present  day,  almost  ex- 
clusively used  for  the  printing  of  cotton  on  a  tannin  mordant. 

Wool  takes  up  the  basic  dyes  in  a  very  xmiform  manner  without  the  aid  of 
any  addition  to  the  dye-bath. 

Cotton.— T\\e  basic  dyestuffs  are  to  a  certain  extent  substantive  to  cotton, 
but  the  colours  obtained  are  extremely  fugitive,  and  of  little  practical  importance. 

The  best  method  of  dyeing  cotton  with  these  colouring  matters  is  first  to 
prepare  the  material  with  either 

(a)  Tannic  acid  and  tartar  emetic. 
(6)  A  fatty  acid  salt  of  alumina. 

In  either  case  the  colour  is  produced  by  heating  the  mordanted  cotton  in  a 
bath  of  the  dyestuff  at  60°  C.  for  half  to  one  hour. 

The  use  of  a  fatty  acid  salt  of  alumina  instead  of  tannic  acid  and  tartar 
emetic  in  some  cases  produces  a  very  marked  difference  in  the  colour  of  the 
dyed  material. 

Thus  the  Rhodamines,  when  dyed  on  a  fibre  mordanted  with  tannin,  produce 
a  dull  lilac  shade  ;  whereas  the  corresponding  dyeings  on  a  cotton  irhpregnated 
with  a  fatty  acid  are  of  an  extremely  brilliant  shade  of  pink,  closely  resembling 
the  colour  produced  by  the  action  of  the  Rhodamines  on  wool. 

The  fatty  acid  used  for  this  purpose  is  known  as  Turkey-red  oil,  a  description 
of  which  will  be  given  under  the  head  of  the  mordant  colours. 

(3)  Direct  or  substantive  cotton  dyes  (salt  colours).— The  discovery 
of  the  direct  cotton  dyes  in  1884  by  Bottiger  caused  a  revolution  in  the  cotton- 
dyeing  industry.  They  are  for  the  most  part  azo-compounds  derived  from 
benzidine 

C6H4NH2 

C6H4NH2 

or  from  bases  which  are  similar  to  benzidine  in  their  constitution. 
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A  further  description  of  them  will  be  given  under  the  head  of  the  azo-dyes, 
and  it  is  only  necessary  to  mention  here  that  the  relation  between  the  property 
of  a  dyestuff  of  affixing  itself  directly  on  the  cotton  fibre  and  its  constitution  is 
not  yet  clearly  defined. 

The  substantive  cotton  dyes  are  surpassed  in  brilliance  by  the  basic  dyes 
and  in  fastness  by  the  mordant  colours ;  moreover,  they  are  more  susceptible 
than  these  to  impurities  in  the  material  and  to  injury  during  the  finishing 
processes. 

Many  of  the  substantive  cotton  dyes  are  better  adapted  for  the  dyeing  of 
wool  than  of  cotton.  The  method  of  their  application  is  the  same  as  that  of  the 
acid  dyestufFs. 

(4)  Ingrain  colours. — It  frequently  happens  that  the  substantive  dyestuff 
employed  for  the  dyeing  of  the  cotton  fibre  contains  a  free  amido-group,  which  is, 
in  many  instances,  capable  of  further  diazotisation.  When  this  is  the  case,  the 
absorbed  dye  may  be  treated  directly  on  the  fibre  with  nitrous  acid,  which,  con- 
verting the  amido-group  into  the  diazo-group,  causes  it  to  combine  with  any 
naphthol  or  amine  capable  of  serving  as  a  second  component.  In  this  way 
fast  shades  of  colour  can  be  produced. 

(5)  The  mordant  dyes  consist  of  a  large  number  of  very  differently  consti- 
tuted dyes,  all  of  which  possess  an  acid  character,  and  are  indebted  to  the  presence 
in  their  molecule  of  hydroxyl  or  carboxyl  groups  for  their  property  of  forming 
lakes  with  mordants. 

The  methods  by  which  the  mordant  colours  can  be  affixed  to  the  fibres  are 
very  diverse,  depending  (1)  upon  the  natureof  the  dyestuff  and  (2)  upon  the  fibre. 
It  is  proposed  here  to  deal  merely  with  a  few  typical  examples. 

Wool. — It  is  in  the  dyeing  of  wool  that  the  mordant  dyestuffs  receive  their 
most  important  application.     Roughly  speaking  the  methods  are  of  two  kinds  : — 

(a)  Dyeing  previously  mordanted  wool. 
(6)  Dyeing  in  a  single  bath. 

Cotton. — The  most  imjjortant  application  of  the  mordant  dye  to  cotton  is  in 
the  dyeing  of  Turkey-red. 

This  colour,  which  has  been  known  from  the  earliest  times,  is  produced  on 
the  cotton  fibre  by  the  interaction  of  alizarine,  alumina,  lime,  and  fatty  acid. 

The  exact  chemical  nature  of  the  process  is  not  yet  definitely  understood, 
although  it  has  been  found  [Rosenstie/d)  that  the  formation  of  tlie  lake  from 
alizarine  and  alumina  cannot  take  place  except  in  the  presence  of  lime,  a  fact 
which  was  confirmed  by  Liechti  and  Suida,  who  found  that  all  Turkey-red 
dyeings  contain  lime. 

The  part  played  by  the  Turkey-red  oil  is  still  obscure. 

(6)  Vat  dyes, — To  this  class  belong  Indigo,  Indophenol,  and  to  a  certain 
extent  the  sulphur  colours. 

The  dyestuffs  are  insoluble  in  water,  and  therefore  caimot  be  used  directly 
for  dyeing.  However,  on  reduction,  they  are  converted  into  "  leuco  "-compounds, 
which  are  soluble  in  dilute  alkali,  have  (in  this  condition)  a  marked  affinity  for 
the  fibre,  and  further  possess  the  property  of  being  nadily  reconverted  into  the 
dyestuff  by  the  action  of  weak  oxidising  agents. 

Consequently,  in  order  to  dye  with  these  compoimds  it  is  only  necessary 
to  impregnate  the  fibre  with  the  reduced  dye  in  alkaline  solution,  and  by  ex- 
posing it  to  the  action  of  the  air  to  cause  the  reoxidation  of  the  leuco-compound 
to  the  insoluble  dyestuff,  which  then  remains  firmly  fixed  in  and  on  the  fibre. 
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(7)  The  developed  dyes,  as  their  name  implies,  are  developed  on  the  fibre 
by  the  interactiou  of  the  constituents  which  produce  them. 
They  may  be  divided  into  two  classes  : — 

(a)  The  ice-colours. 

(b)  Aniline  black. 

(a)  The  ice-colours  are  produced  on  the  cotton  fibre  by  the  interaction  of 
some  second  component  (with  which  the  fibre  has  been  impregnated)  with  a 
solution  of  a  diazo-salt  cooled  with  ice. 

The  nature  of  the  amine  varies  the  colour  considerably,  as  is  shown  by  the 
following  list : — 

With  )3-naphthol. 

/-nitraniline ....  0.,N<       >NHo  Scarlet. 


a-naphthylamine    ...  Ill  Bordeaux  (claret) 


NH, 


Benzidine       ....  I       I  Brown. 

I 


NH2 


NH2 
Dianisidine    ....  I       P^^s  Blue. 


OCH3 

NH2 

(b)  Aniline  black  is  the  black  formed  by  the  oxidation  of  an  aniline  salt,  and 
may  be  produced  either  by  oxidising  a  fibre  impregnated  with  an  aniline  salt,  or 
by  heating  the  fibre  with  a  solution  of  an  aniline  salt  containing  an  oxidising 
agent. 

Thejird  and  older  method  is  performed  by  padding  the  fibre  with  a  solution 
of  aniline  hydrochloride  containing  the  oxidising  agent  (potassium  chlorate) 
with  ammonium  chloride  and  a  salt  of  vanadium  (oxygen  carrier),  the  black 
being  developed  by  the  process  known  as  ageing,  which  consists  in  subjecting 
the  impregnated  fibre  to  the  action  of  air  at  a  moderately  high  temperature. 

The  second  method  consists  in  dyeing  the  fibre  in  a  bath  containing  aniline 
hydrochloride,  potassium  bichromate,  and  either  hydrochloric  or  sulphuric  acid. 


CHAPTER  VIII. 

CLASSIFICATION  OF  THE  DYESTUFFS. 

The  large  number  of  organic  dyestuffs  which  have  been  synthetically  prepared 
show  that  the  dyeing  property  is  dependent  upon  structure,  and  that  the  dye- 
stuffs  belong  to  certain  well-defined  classes  of  organic  compounds. 
This  has  been  expressed  by  0,  N.  Witt  in  the  following  way  : — 

(I.)  The  character  of  a  dyestufif  is  derived  from  some  group  contained  in  it, 
which  he  calls  the  "  chromophore." 

(II.)  The  fundamental  substance  containing  the  chromophore  he  calls  the 
"  chromogen." 

(III.)  The  "chromogen"  is  not  a  dyestuff,  but  is  converted  into  this  by  the 
entrance  of  some  salt-forming  group  which  destroys  the  chemically 
inert  character  of  the  chromogen. 

The  best  example  illustrating  this  generalisation  by  "Witt  is  amidoazo- 
benzene,  CgH-N  :  N.CgH^NHg.  Here  the  chromophore  group  is  the  azo-group, 
-N  =  N-  ;  the  chromogen  is  azobenzene,  CgH^N  :  N.CgH^,  which  is  not  a 
dyestuff,  but  becomes  the  base  of  one  by  the  introduction  of  the  amido-group, 
which  confers  salt-forming  properties  upon  it. 

The  groups  which  confer  salt-forming  properties  upon  the  chromogen  are 
usually  the  amido-group  (NHg)  and  the  hydroxyl  group  (OH),  and  these  are 
termed  by  Witt  the  "  auxochromes." 

Speaking  generally,  only  those  organic  compounds  which  contain  either  acid 
or  basic  groups  can  be  dyestuffs. 

Furthermore,  they  are  "  unsaturated  "  compounds,  and  are  readily  reduced 
by  nascent  hydrogen,  passing  either  into  "  leuco  "-compounds,  which  yield  the 
dyestuff  again  on  oxidation,  or  breaking  up  into  bodies  of  lower  molecular 
weight,  which  are  not  reconverted  into  the  dyestuff'  by  oxidation. 

This  important  behaviour  of  the  dyestuffs  will  be  again  referred  to,  since 
it  is  used  as  a  means  of  identifying  them,  both  on  the  fibre  and  in  their  solid 
state. 

The  theoretical  classification  of  the  dyestuffs  is  based  upon  the  generalisation 
by  "Witt  above  referred  to,  that  is  to  say,  according  to  the  chromophore  group 
occurring  in  them. 

For  practical  purposes,  however,  it  is  far  more  convenient  to  classify  them 
according  to  their  behaviour  on  dyeing  the  textile  fibres,  and  this  method 
will  be  adopted  in  dealing  with  their  experimental  application  in  a  later 
chapter. 
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The   classification,  according    to  structure,  divides  them  into  the  following 
chief  groups : — 


Name  of  Dyestuff  Group.  Chromophore, 


(1)  Nitroso  or  oxime    . 


(2)  Nitro 


NO, 


Typical  Dyestuff, 
O 

II 

l'^,=NOH 
=  0 


11 
NOH 

(Resorcin  green). 

OK 

S0,K|^^N02 

NO, 

(Naphthol  yellow  S). 


(3)  Azo 


(a)      -N=N- 


-N:N-<        >ONa 
(salt). 


(b)     = 


<:> 


— NH-N  =  <        >  =  0 


(free) 
(2>-oxyazobenzene). 


(4)  Triphenylmethane 


NHo 
NHo 


^/    \  =  NH.HG1 
(Magenta). 


(5)  Oxyketone  (mordant)      . 


CO  OH 


OH 


CO 


\/ 


CO  OH 


lOH 


CO 

(Alizarine). 


(6)  Pyronines 


^o= 


Cl(R),N.^^^/\/\/N(R)2 

I        I        I       1 

I^COOH 

(Rhodamine). 
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Name  of  DyestufF  Group.  Chromo{)hove.  Typical  DyestufF. 

(7)  Diphenylamine       .         .  _/     \ 


N 

^\. 

^  ^  ^NH.HCl 

(Phenylene  blue). 

N 


(Indopheuol  blue). 


(a)  Indamines 


(/>)  Indopheuols 


(c)  Thiazines 

(CH3),n/\/V\/~^N(CH3),01 
(Methylene  blue). 

N 

(li)  Oxaziues 

C1(CH3),N^''    ^     -^ 

(Meldola's  blue). 


(«)  Safranines     . 

CIH.HN 


(Safraniuc). 


Mordant  dyeStufFs. — The  term  mordant  is  applied  to  some  substance  which 
will  form  coloured  lakes  with  dyestuffs. 

Thus  the  basic  dyestuff  Magenta,  which  is  readily  absorbed  by  wool,  has  little 
or  no  affinity  for  the  vegetable  fibres,  but  possesses  the  property  of  forming  with 
tannic  acid  an  insoluble  coloured  lake.  Hence  by  steeping  the  cotton  fibre  in  a 
sohition  of  tannic  acid,  and  subsequently  fixing  it  in  the  fibre  by  means  of  tartar 
emetic  (which  forms  an  insoluble  compound  with  tannic  acid),  a  vegetable  fibre 
impregnated  with  a  salt  of  tannic  acid  can  be  obtained,  which,  on  boiling  in  a 
solution  of  Magenta  hydrochloride,  becomes  coloured  with  the  tannic  lake  of 
Magenta.  Hence  tannic  acid  is,  strictly  speaking,  a  mordant.  The  term,  how- 
ever, has  a  somewhat  more  restricted  meaning,  and  is  applied  to  certain  metallic 
oxides  which  possess  the  property  of  forming  coloured  lakes  with  certain  well- 
defined  classes  of  organic  compounds. 

'  It  has  been  found  (Liebermann  and  v.  Kod'infcki)  that  only  those  derivatives 
of  anthraquinone  which  contain  the  hydroxyl  groups  in  the  ortho-position  to 
themselves,  and  to  one  of  the  carboxyl  groups  of  the  chromophore,  possess  the 
property  of  forming  lakes  with  the  oxides  of  various  metals,  such  as  iron,  tin, 
aluminium,  chromium,  etc. 
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The  formation  of  these  lakes  can  be  brought  about  by  steeping  the  cotton 
fibre  in  a  solution  of  the  acetate  of  the  metal,  which,  on  steaming,  becomes 
impregnated  with  the  oxide  (owing  to  the  decomposition  of  the  acetate).  The 
cotton  thus  mordanted,  when  boiled  in  an  aqueous  solution  of  the  dyestuff, 
becomes  dyed  with  the  lake. 

The  law  of  Liebermann  and  v.  Kostanecki  is  not  of  general  application,  and 
many  instances  are  known  which  do  not  conform  to  it. 

There  are,  however,  many  ortho-derivatives,  outside  the  alizarine  series,  which  form 
lakes  with  mordants.  Thus  azo-compounds  such  as  C„H.N  :  N.C,.H,(OH)COOH 
prepared  from  salicylic  acid  and  diazobenzene  chloride,  form  lakes  with  metallic 
oxides,  and  thus  compounds  of  this  type,  which  are  already  dyestuifs,  can  be 
converted  into  lakes  by  treatment  on  the  fibre  with  metallic  mordants. 

This  property  is  also  possessed  by  certain  of  the  nitroso-phenols  ;  thus  naphthol 
green  B  (Cassella)  is  the  iron  compound  of  nitroso-/?-naphthol  sulphonic  acid 

ySOgNa        SOgNav 
CioH^-O  0~C,„H, 

\  '  NO  -  Fe  -  ON  I  / 
(See  page  42.) 


CHAPTER  IX. 

THE  NITROSO-COMPOUNDS.     (Quinoneoximes.) 

The  nitroso-phenols  are  produced  by  the  action  of  nitrous  acid  on  the  phenols, 
according  to  the  equation 

ho/    \     +     NOOH        -»       no/    \oH      +     H^O 


The  fact,  however,  that  the  same  nitroso-pheiiol  is  produced  by  the  action  of 
hydroxylamine  on  p-quinone  according  to  the  equation 


o=<'    ^=o    +  H2N0H     -»      o=<^   ^=NOH  +  H2O 

quinone  quinoneoxiine 

shows  that  in  all  probability  these  substances  can  react  as  quinoneoximes,  which 
better  accounts  for  their  behaviour  as  dyeing  agents,  since  the  quinone  ring 


occurs  in  many  dyestufFs  as  a  chromophore. 

The  value  of  the  nitroso-dye  more  especially  depends  upon  the  property  of  the 
ortho-compounds  of  forming  lakes  (green)  with  iron. 

Thus  Fast  green  or  Resorcin  gretn  is  dinitrosoresorcinol,  which  is  produced  by 
the  action  of  nitrous  acid  on  resorcinol,  and  therefore  possesses  the  formula 


=  NOH 
=  0 


NOH 


Naphthol  green  B  (Cassella)  is  the  nitroso-compound  of  sodium  )3-naphthol 
mono-sulphonate,  and  has  the  formula 


NaO;,S' 

Other  dycHtuffs  of  this  group  are  : — 

Gambin  R  [HI    . 


NOH 

II 

/\  =  0 


a  n  i  troso-a-naphthol . 
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NOH 

Gambin  G  or  Y  [H]  )  /^/\=o 

Alsace  green  (J)        j  *         '  I       I      I 

a-nitroso-^-naphthol. 

NOH 

II 
H0^,/\ 


Dioxin  [L]         )  -"Y  Y  Yo 


Gambin  B  [H] 


nitrosodioxy  naphthalene. 


These  dyestufFs  are  only  sparingly  soluble  in  cold  water,  and  are  found  in 
commerce  either  in  the  solid  form  or  suspended  in  water  (paste). 


CHAPTEE  X. 
THE  NITRO-COMPOUNDS. 

The  entrance  of  the  nitro-group  into  the  molecule  of  the  aromatic  phenols  causes 
them  to  become  more  or  less  pronounced  dyestuflfs. 

The  nitro-dyestuflfs  are,  without  exception,  acid-dyestufFs ;  that  is  to  say,  they 
are  the  salts  of  the  various  nitro-phenols  and  nitro-naphthols  (or  their  sulphonic 
acids)  formed  by  the  action  of  alkalies  on  the  strongly  acid  hydroxyl  compounds 
containing  nitro-groups  in  the  same  nucleus. 

Many  of  the  nitro-phenols,  as,  for  example,  p-nitrophenol,  are  colourless,  but 
in  the  form  of  their  salts  are  coloured.  o-Nitrophenol,  on  the  other  hand,  is  itself 
a  coloured  substance. 

It  has  been  suggested  {Armstrong)  that  this  difference  between  the  ortho- 
and  para-derivatives  might  possibly  be  due  to  a  difference  in  structure.  Thus 
for  para-nitrophenol  (colourless)  he  proposes  the  ordinary  nitro  -  formula, 
OH.CgH^.NOgj  but  for  the  yellow  ortho-compound  he  considers  the  quinone 
structure 

the  more  probable  one. 

The  formation  of  coloured  salts  from  p-nitrophenol  would,  however,  seem  to 
indicate  that  this  substance  in  the  form  of  the  free  acid  has  the  ordinary  nitro- 
structure ;  but  that  in  the  form  of  its  salts  it  possesses  a  quinone  structure 
represented  by  the  formula 

\ONa 

The  close  analogy  that  exists  between  the  nitrocompounds  and  the  so-called 
nitroso-dyestufFs  renders  it  probable  that  a  similar  structure  is  possessed  by  both, 
and  that  the  nitro- dyestuffs  are  derivatives  of  quinone  having  for  their  chromo- 
phore  the  quinone  ring 

There  is  not,  however,  at  present  sufficient  direct  evidence  to  warrant  this 
assumption,  and  it  is  better  to  consider  the  nitro-compounds  as  possessing  the 
chromophore  -  NOo,  which,  in  conjunction  with  the  salt-forming  (auxochrome) 
group  OH,  furnishes  the  acid  of  which  the  dyestuff  is  the  salt. 

The  nitro-compounds  belong  to  the  older  artificial  dyestuffs,  and  were  at  one 
time  very  largely  used  by  the  dyer  for  the  purpose  of  dyeing  wool  and  silk. 
Their  fugitive  character  has,  however,  led  in  recent  times  to  their  replacement 
by  the  yellow  azo-dyes. 

Most  of  them  possess  the  properties  characteristic  of  aromatic  nitro-com- 
pounds ;  that  is  to  say,  their  more  or  less  pronounced  yellow  colour,  the  ex- 
plosive nature  of  their  salts,  and  their  poisonous  character. 
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Typical  examples  of  the  nitro-dyestuffs  are  : — 
Picric  acid, 

OH 

\/ 
NOo 

which  is  the  oldest  dyestufF  of  the  group,  and  is  prepared  by  treating  phenol 
sulphonic  acid  with  concentrated  nitric  acid.  Although  at  one  time  of  consider- 
able importance,  it  is  at  the  present  time  but  little  used. 

Martitcs  yellow,  the  sodium,  calcium,  or  ammonium  salt  of  dinitro-a-naphthol 

OH 

iNO, 


\ 


NO., 

is  prepared  by  the  nitration  of  l-naphthol-2  :  4-disulphonic  acid,  and  was  at 
one  time  largely  used  for  the  dyeing  of  wool.  At  the  present  time  it  is 
employed  merely  as  a  pigment  colour. 

Naphthol  yellotv  S  is  the  potassium  (or  sodium)  salt  of-2  :  4-dinitro-l-naphthol- 
7-sulphonic  acid 

OK 

"jNOo 

NO2 

and  is  the  most  important  dyestuff  of  the  group.^ 
It  is  prepared  either 

(1)  By  the  nitration  of  l-naphthol-2:  4  :  7-trisulphonic  acid,  or 

(2)  By  the  oxidation  of  nitroso-a-naphthol  disulphonic  acid. 

Naphthol  yellow  is  much  faster  than  the  other  nitro-dyestufFs,  and  is  exten- 
sively used  for  dyeing  the  animal  textile  fibres. 
Another  dyestufF  of  this  group  is  :— 
Aurantia, 


{    ^|N0,,  N0,| 


NOgj'^NO,,  NO/    ^NO, 


NOo        I         NO2 

NH4 

^N^  ammonium  salt  of  hexanitrodiphenylamine. 

/  THE  STILBENE  DYESTUFFS. 

Azoxy-dijesfuffs. — To  this  group  belong  certain  yellow  to  brown  dyestuffs 
whose  composition  is  not  known  with  a  very  great  degree  of  certainty,  but  which 
are  considered  to  be  derivatives  of  Stilbene 

CeHjCH 

II 

C6Hg.CH 

and  to  contain  the  azoxy-group  as  chromophore 

-  N-N  - 

V 

^  See  Knecbt  and  Hibbert,  Ber.,  xxxvii.  3475. 
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The  method  of  preparation  is  to  heat  /)-iiitrotoluene  sulphonic  acid  or 
dinitrodibenzyl  disulphonic  acid  with  caustic  soda  under  various  conditions  of 
temperature,  concentration,  etc.,  either  alone  or  together  with  amines,  oxidising 
agents,  etc. 

The  most  important  dyestuffs  of  this  group  are  Curcumine  S,  Sun  yellow, 
the  Mikado  colours,  Stilbene  yellow,  and  Direct  yellow. 

The  first  two  are  obtained  by  boiling  /)-nitrotoluene  sulphonic  acid  with  caustic 
soda  solution.  By  using  concentrated  alkali,  Curcumine  S  is  obtained,  while  Sun 
yellow  results  by  the  action  of  dilute  alkali.  The  constitution  of  the  latter  is 
considered  to  be 

PTT  P  TT  (2)  -SO,Na 

(See  Green,  J.C.S.,  1904,  Ixxxv,  1424,  1432.) 


/" 


t 


CHAPTER  XI. 

THE  AZO-DYESTUFFS. 

The  azo-dyestuffs   form  a  well-defiued   group  of  compounds   which   possess   as 
chromophore  the  group  -  N  =  N  - 

This  divalent  group  attached  to  two  aromatic  nuclei  forms  the  chromogen 
R.  -  N  =  N  -  R.,  which,  by  the  entrance  of  the  auiochrome  (NHg  or  OH),  becomes 
the  base  or  acid  of  which  the  dyestufF  is  the  salt. 

I.  General  methods  of  formation.  —  Generally  speaking,  the  azo- 
compounds  are  prepared  by  the  interaction  of  a  diazo-salt  (first  component) 
with  an  aromatic  hydroxy-compound  or  amine  (second  component),  the  reaction 
proceeding  according  to  the  equation 

OH  or  /OH  or 

R.  N2CI  +  R.  -^  R.  N2  R./  +HC1. 

JHH.2  NH2 

(Oxyazo-  or  amidoazo-compound.) 

The  two  chief  methods  of  formation  are  as  follows  :  — 

(1)  The  second  component  is  a  phenol  (naphthol). 

The  aqueous  solution  of  the  salt  (hydrochloride)  of  a  primary  amine  is  first 
treated  with  sodium  nitrite  and  hydrochloric  acid  in  the  presence  of  ice,  whereby 
a  diazo-salt  is  formed, 

CgHsNH^HCl  +  NaNOa  +  HCl  -*  CflHsNoCl  +  NaCl  +  2H2O. 

The  solution  of  the  diazo-salt  is  next  "  coupled  "  with  the  phenol  by  allowing 
the  solution  of  the  former  to  run  gradually  into  an  alkaline  solution  of  the  latter. 

It  is  necessary  to  keep  the  solution  alkaline  throughout  the  addition,  since 
the  formation  of  the  azo-compound  is  retarded  by  the  presence  of  free  mineral 
acid. 

When  the  dissolved  diazo-compound  has  been  mixed  with  the  phenol,  the  whole 
is  left  for  the  reaction  to  attain  completion^  a  point  which  is  ascertained  by 
testing  a  portion  of  the  mixture  for  unchanged  phenol  by  means  of  a  solution 
of  diazobenzene  chloride. 

The  dyestuff  in  some  cases  settles  down  as  a  sparingly  soluble  alkali 
compound ;  in  others  it  remains  in  solution,  and  can  be  recovered  as  a  salt  by 
precipitation  with  sodium  chloride,  or  in  the  fx-ee  state  by  the  addition  of  acid. 

(2)  The  second  component  is  au  amine. 

The  principle  of  the  method  is  the  same,  except  that  the  combination  of  the 
diazo-salt  with  the  dissolved  amine  is  brought  about  in  neutral  or  faintly  acid 
solution. 
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When  the  second  component  contains  both  a  hydroxyl  and  an  amido- 
group,  the  constitution  of  the  azo-compound  obtained  varies  according  as  the 
coupling  takes  place  in  acid  or  alkaline  solution.  Thus  in  the  case  of  amido- 
naphthol  sulphonic  acid  y 

OH 

\/\/'s03H 

if  diazotised  benzidine  be  the  first  component,  one  obtains — 

In  acid  solution         .         .         .         Diamine  violet. 
In  alkaline  solution  .         .         .         Diamine  black. 

(See,  however,  p.  51.) 

In  the  case  of  dihydroxy-compounds  the  coupling  is  often  carried  on  in  weak 
acid  solution  in  order  to  avoid  the  formation  of  a  disazo-compound  (coupling 
with  reference  to  both  OH  groups). 

The  formation  of  the  azo-compound  is  usually  quantitative,  and  in  the  prepara- 
tion the  calculated  quantity  of  the  constituents  is  used. 

The  best  method  for  preparing  the  solution  of  the  diazo-salt  is  to  take  1  mol. 
of  the  amine,  1  mol.  of  sodium  nitrite,  and  2J  mols.  of  hydrochloric  acid,  the 
I  mol.  in  excess  being  subsequently  destroyed  by  the  addition  of  the  requisite 
quantity  of  sodium  acetate,  the  free  acetic  acid  tlius  formed  having  no  deterrent 
effect  upon  the  formation  of  the  azo-dye. 

The  stability  of  the  diazo-salts  varies  considerably.  In  some  cases  they 
readily  decompose  into  nitrogen  and  the  corresponding  phenols  at  temperatures 
above  10°  C,  and  in  these  cases  the  diazotisation  has  to  be  effected  in  the  presence 
of  ice. 

Hence  when  working  with  aniline,  toluidine,  and  other  bases  of  this  type 
ice  must  be  used  in  their  diazotisation. 

The  diazo-sulphonic  acids,  such  as  diazo-sulphanilic  acid  and  diazouaphthionic 
acid,  are  more  stable,  and  can  in  many  cases  be  prepared  at  ordinary  tempera- 
tures (cp.  J.C.S.,  1902,  Ixxxi.  1412  ;  1903,  Ixxxiii.  206,  470). 

The  diazo-compound  of  o-dianisidine  is  remarkably  stable,  and  can  be  heated 
for  a  longtime  at  100°  C.  without  undergoing  complete  decomposition  (cp.  J.C.S., 
1903,  Ixxxviii.  688). 

Stable  diazo-compounds  which  can  be  stored  in  the  solid  state,  and  which 
can  be  easily  used  by  the  dyer,  find  considerable  application,  since  they  are  used 
in  the  preparation  of  the  "  developed ''  or  "  ice  "  colours. 

Many  methods  have  been  devised  for  their  preparation. 

(1)  The  Badische  Aniline  and  Soda  Fabrik  treat  the  diazo-chloride  of  para- 
nitraniline 

with  alkali,  which  converts  it  into  a  stable  so-called  nitrosamine  salt  (anti-salt), 
according  to  the  equation 

/NOo  /NO2 

CgH/  +  2NaOH  -»  CgH/  +  NaCl  +  H^O. 

\n„C1  \N.=N-  ONa 
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This  sodium  salt  they  introduce  under  the  name  nitrosamine  red  in  paste. 
It  is  quite  stable  under  ordinary  conditions,  and  is  quantitatively  converted  into 
the  diazo-chloride  on  treatment  with  dilute  hydrochloric  acid 

/NO.,  /NOo 

OM/       '  +2HC1  ->  CgH/       "  +NaCl  +  HoO. 

\N.=N,ONa  ^NoCl 

(2)  The  Hochst  Farbwerke  (M.L.Br.)  obtain  stable  diazo-compounds  by 
evaporating  their  strongly  acid  solutions  at  45°  C,  and  mixing  them  with 
indifferent  materials.  Azophor  red  PN  is  diazo-j?-nitraniline ;  Azophor  blue  D, 
diazo-o-dianisidine. 

The  diazo-solution  can  also  be  brought  into  the  solid  condition  by  mixing  it 
with  anhydrous  aluminium  sulphate. 

(3)  L.  Cassella  &  Co.  (Frankfort-am-Main)  effect  diazotisation  of  p-nitraniline 
in  concentrated  sulphuric  acid,  and  mix  with  sufficient  anhydrous  sodium 
sulphate  to  form  bisulphate  (nitrazol  C). 

II.  Laws  regulatingr  the  formation  of  azo-compounds.— In  coupling 

diazo-salts  with  plienols  and  amines  of  the  benzene  series,  it  appears  to  be  a  law 
that  the  diazo-group  enters  the  para-position  with  regard  to  any  hydroxyl  or 
amido-group  present. 

Should  this  position  be  occupied,  the  diazo-group  enters  the  ortho-position  to 
the  OH  or  NH., ;  and  if  this  also  is  occupied,  then  either,  as  is  most  frequently 
the  case,  no  formation  of  azo-compound  takes  place,  or  the  group  occupying  the 
para-position  is  displaced  by  the  diazo-group. 

When  phenols  containing  free  ortho-  and  para-positions  are  coupled  with 
diazo-salts  in  caustic  alkali  solution,  a  small  quantity  of  an  orthoazo-compound 
is  formed  in  addition  to  the  paraazo-compound. 

Diamido-  and  dioxy-derivatives  of  benzene  also  combine  with  diazo-salts  to 
form  azo-compounds ;  but  it  has  been  found  that  this  formation  only  takes  place 
when  the  diamido-  and  dioxy-derivatives  belong  to  the  meta-series.  Thus  only 
m-phenylenediamine  and  resorcinol  react  with  diazobenzene  chloride  to  form 
azo-compounds. 

The  dyestuff  produced  from  the  former  is  named  "  Chrysoidine,"  and  hence 
this  generalisation  is  known  as  the  "Chrysoidine  law." 

This  "law,"  however,  only  applies  to  the  coupling  of  the  diazo-salt  under 
ordinary  conditions,  since  it  has  been  found  {Witt  and  Johnson)  that  both 
pyro-catechol  and  hydroquinone  can  furnish  azo-compoxmds  with  diazobenzene 
chloride  under  suitable  conditions.  Speaking  generally,  the  formation  of  ortho-, 
oxy-,  and  orthoamidoazo-compounds  is  desirable  when  the  product  is  required 
for  use  as  a  dyestuff,  since  the  paraazo-compound s  "are  not  so  well  adapted  for 
this  purpose. 

If,  however,  it  is  desired  to  prepare  polyazo-compounds  by  the  further 
diazotisation  of  an  amidoazo-compound,  then  the  combination  must  be  effected 
in  the  para-position,  since  amido-groups  in  the  ortho-position  to  the  azo-group  are 
for  the  most  part  incapable  of  reacting  with  nitrous  acid  to  form  diazo-salts. 

The  laws  regulating  the  formation  of  azo-compounds  in  the  naphthalene 
series  are  as  follows  : — 

(I.)  A  hydroxyl  group  or  an  amido-group  is  in  the  a-position  (1). 

Combination  takes  place  in  the  position  (4). 

If  this  is  occupied,  or  if  the  positions  (3)  or  (5)  are  occupied  by  sulphonic  acid 
groups,  combination  takes  place  in  the  position  (2). 

The  cross  indicates  the  position  of  the  entering  azo-group  in  the  following 
compounds  : — 

4 
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OH  NH, 


OH 


SO3H 


NH, 


SO,H 


'SO,H      '^■\/'S03H 


The  presence  of  the  siilphonic  acid  group  in  any  position  other  than  (3),  (4),  and 
(5)  causes  the  combination  to  take  place  in  (4). 

This  also  applies  to  the  disulphonic  acid  derived  from  a-  and  j8-naphthol  and 
naphthylamine. 

(II.)  A  hydroxyl  group  or  amido-group  is  in  the  /^-position  (2). 

Combination  takes  place  in  the  position  (1)  ;  if  this  position  is  occupied,  then 
no  formation  of  azo-compound  takes  place. 

Thus  /3-naphthol  and  ^-naphthylamine  combine  with  diazo-salts  in  the  position 
indicated  by  the  cross. 


OH 


|NH, 


"Whereas  diazo-salts  only  enter  once  into  the  molecule  of  ;8-naphthol, 
a-naphthol  combines  with  two  molecules  to  form  a  "disazo-compound."  In  the 
compound  thus  formed  the  second  azo-group  enters  in  position  (2),  forming  a 
substance  of  the  formula 


OH 


^N  =  N-R. 


N  =  N-R. 

In  many  respects  these  "  disazo-compounds  "  are  similar  to  the  substantive 
cotton  dyes  derived  from  benzidine  and  described  on  p.  69. 

As  in  the  benzene  series,  the  orthoamidoazo-compounds  of  the  naphthalene 
series  are  of  importance  only  as  dyestuflf's,  the  amido-group  being  incapable  of 
further  diazotisation. 

The  amido-group  in  the  paraamidoazo-compounds  can  be  further  diazotised, 
and  these  are  therefore  largely  used  for  the  preparation  of  dyestuffs  containing 
more  azo-groups. 

They  are  themselves,  however,  of  little  use  as  dyestuffs,  since  they  are  readily 
acted  upon  by  acids  and  alkalies  with  alteration  of  the  colour. 

Both  ;8-naphthohydroquinone 


OH 


OH 


lOH 


and  its  sulphonic  acid      g^  jJ 


lOH 


form  azo-dyestuffs  with  diazo-salts. 
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The  amidonaphthol  sulphonic  acids  in  many  cases  react  in  different  ways 
with  diazo-salts,  according  as  the  coupling  is  carried  out  in  acid  or  alkaline 
solution. 

Thus,  for  example,  y-amidonaphthol  sulphonic  acid 


OH 


1NH2 


gives  in  acid  solutions  an  azo-compound  of  the  formula 


SO.H'x 


OH  N'  =  N-R. 


whereas  in  alkaline  solution  the  compoiuid 

OH 


R.  N  =  JHf 
SOsHx 


iNH, 


is  formed. 


If,  however,  in  this  case,  the  combination  of  one  molecule  of  diazo-compound 
has  been  effected  (whether  in  acid  or  alkaline  solution),  it  is  impossible  to  intro- 
duce a  second  molecule  of  the  diazo-compound.  Such  a  formation  of  a  disazo- 
dyestuff  is,  however,  easily  brought  about  in  the  case  of  the  1  : 8  acids,  e.g. :  — 


NH^  NH, 
SO.H^x   /'\    JsO,H 


OH  NH, 


SO.H 


All  these  react  with  two  molecules  of  a  diazosalt,  which  combine  in  the 
position  adjacent  to  the  NHo  or  OH  group  in  each  case. 

Diaraido-,  dioxy-,  and  oxyamidonaphthalenes  and  their  sulphonic  acids  react 
in  the  following  way  with  diazo-salts. 

The  position  into  which  the  azo-group  enters  is  in  each  case  marked  with  a 
cross. 

1  :  8-diamido-  or  dioxynaphthalene 


OH  OH      NH,  NH, 


OH 


H^N! 


in  acid  or  alkaline  solution. 

1  :  8-diamido-  or  dioxynaphthalene  4-sulphonic  acid 
OH  OH  NH,  NHj 

+  r      1-'^'^    I        -I- 1 


SO3H 


SO3H 


52  SYNTHETIC    DYESTUFFS. 

1  :  8  diamido-  or  dioxyiiaphthalene-3  :  6-disulphonic  acid 
OH  OH  NHo  NHo 


SO3HL     X    JSO3H        SO,H' 


The  conditions  are  various  in  the  case  of  the  amidonaphthol  sulphonic 
acids. 

Billow  (Cheni.  Ztg.,  xix.  1011)  divides  them  into  the  following  classes: — 

(1)  Such  as  are  either  incapable  of  being  coupled  at  all,  or,  if  so,  only 
nuder  special  conditions. 

To  these  belong  the  snlphonic  acids  of  the  1  :  2  and  2  :  1  amidonaphthols. 

(2)  Such  as  are  readily  coupled  and  invariably  yield  the  same  prodi;ct,  e.g.  : — 
1  :  8-amidonaphthol-5  :  7-disulphonic  acid. 

(3)  Such  as  give  orthoamidoazo-compounds  in  acid  solution,  and  oitho- 
oxyazo-dyestufFs  in  alkaline  solution,  e.g.  : — 

1  :  8-amidonaphthol-3  :  6-disulphonic  acid  (H  acid) ; 

2  :  8-amidonaphthol-6-sulphonic  acid  (y  acid)  ;  and 
2  : 5-amidonaphthol-7-sulphonic  acid. 

Some  of  them — for  example,  1  :  8-amidonaphthol  4-  and  5-sulphonic  acids — 
yield  "  disazo-dyestuffs  "  in  alkaline  solution. 

III.  Abnormalities. — The  reaction  between  diazo-salts  and  phenols  or 
amines  sometimes  pursues  an  abnormal  course. 

(I)  Til  us  when  diazobenzene  chloride  reacts  with  aniline,  the  product  does 
not  consist  of  a  true  amidoazocompound,  but,  owing  to  the  chlorine  of  the 
diazo  salt  interacting  with  a  hydrogen  of  the  amido-group,  a  diazoaraido- 
compoiuid  is  formed  according  to  the  equation 


CeHBNsiCl  +  HjHNCeHg  -»  CgHgN  :  N.NHCgHs  +  HCl. 


The  same  behaviour  is  exhibited  by  o-toluidine  and  by  m-  and  /)-xylidine. 

Diazoamidobenzene  can,  as  Kekulo  found,  be  readily  converted  into  amido- 
azobenzene  by  heating  it  with  aniline  and  aniline  hydrochloride,  the  reaction 
proceeding  according  to  the  equation 


CeHgN  :  N  i  NHC0H5  +  H  i  CeH4NH2  ->  C„H,N  :  N.  CjH.NH,  +  CH^NHa 


The  formation  of  diazoamido-compounds  during  the  diazotisation  of  amines 
-^cau  usually  be  prevented  by  using  a  slightly  acidified  solution  of  nitrite. 

(2)  Phenols  containing  nitro  groups,  and  therefore  of  a  strongly  acid 
character,  react  in  a  similar  way  with  diazo-salts. 

Thus  picric  acid,  0^11.2(^0.2)3011,  combines  with  diazobenzene  chloride  to 
form  the  diazooxy-compound  of  the  formula 

C,-H.,N:N.0.C,1L,{N0,),. 

(3)  The  interaction  of  diazo-sulphanilic  acid  and  aniline  hydrochloride  pro- 
ceeds to  a  certain  extent  normally  with  the  formation  of  the  true  amidoazo- 
compound 

SO,  /SOiH, 

CeH/     I    +C«H,NH,.HC1  ->  C«h/ 

\n2         "     "        -  \N:N-C,.H,NH,  +  HC1 

At  the  same  time,  however,  a  curious  molecular  rearrangement  takes  place 
with  the  formation  of  amidoazobenzene. 
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The  equations  representing  the  abnormal  reaction  are  evidently  the 
following : — 

SO3  /SO3H 

(1)  CfiH/   I     +C6H5NH..HCI  ->  CgH/  +C6H3N2CI. 

(2)  CeHsNaCl  +  CgHsNH^  ->  C^S^.N  :  N. CgH^NHa.HCl. 

(4)  In  the  case  of  some  derivatives  of  the  amidonaphthols,  an  internal  forma- 
tion of  azo-compounds  can  be  brought  about  by  treating  the  diazo-salt  with 
alkalies. 

Thus  2  :  8-amidonaphthol-6-sulphonic  acid  reacts  in  the  following  way : — 
OH  OH 

diazotisation 


IV.  Constitution. — The  constitution  of  the  azo-compounds  is  mainly  deter- 
mined by  their  behaviour  on  reduction. 

When  treated  with  nascent  hydrogen  they  split  up  at  the  point  of  union  of 
the  two  nitrogen  atoms  forming  one  molecule  of  the  base  from  which  the  azo- 
compound  was  derived,  and  one  molecule  of  the  amido-derivative  of  the  second 
component  containing  the  amido-group  in  the  position  formerly  occupied  by  the 
azo-group. 

Thus  amidoazobenzene  gives,  on  complete  reduction,  aniline  and  p-phenylene- 
diamine 


H, 


H, 


<^    ^N:;N<^    ^NH.        ->        <^    ^NH,         +        NH2<^~^NH2 

This  property,  which  is  taken  advantage  of  in  the  analysis  of  the  azo-dye- 
stuft's,  will  be  found  more  fully  described  on  p.  300. 

The  action  of  concentrated  sulphuric  acid  on  the  azo-compounds  produces 
characteristic  colours,  which  are  apparently  dependent  upon  the  constitution. 

These  colours  are  the  same  as  those  formed  by  the  action  of  concentrated 
sulphuric  acid  on  the  azo-hydrocarbou  which  is  the  basis  of  the  dyestuff. 

Thus  azobenzene,  C,;H5N  :  N.C^jH-,  dissolves  in  concentrated  sulphuric  acid, 
giving  a  brownish-yellow  solution,  and  the  same  coloration  is  produced  by  the 
action  of  the  concentrated  acid  in  both  amidoazobenzene,  Cp,H5N  :  N.CqH^NHo, 
and  oxyazobenzene,  C^jH^N  :  N.C|;H^OH. 

a-azonaphthalene,  C^qH-N  :  N.CioHy,  dissolves  in  concentrated  HgSO^,  form- 
ing a  blue  solution,  and  the  same  coloration  is  produced  by  its  oxy-  and  amido- 
derivatives. 

In  azo-dyestuffs  containing  both  a  benzene  and  a  naphthalene  ring,  the 
behaviour  towards  concentrated  sulphuric  acid  is  the  same.  The  presence  of  a 
sulphonic  acid  group,  however,  causes  the  substance  to  give  different  colorations 
according  as  the  sulphonic  acid  group  is  in  the  benzene  or  naphthalene  ring. 

Thus  benzene-azo-^-naphthol,  C^H^N  :  N  -  CioHj;(OH)^,  gives  a  red-violet 
coloration  with  concentrated  sulphuric  acid,  presumably  that  of  the  azo-hydro- 
carbon,  Ci^H^N  :  N.C^uH-.  The  same  colour  is  produced  when  a  sulphonic 
acid  group  is  contained  in  the  benzene  ring.  If,  however,  this  group  is  in  the 
naphthalene  ring  a  yellow  coloration  is  produced  ;  that  is  to  say,  the  same  as  is 
formed  by  the  action  of  sulphuric  acid  on  azobenzene. 
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With  the  polyazo-dyestufFs  similar  characteristic  colours  are  produced. 
For  example : — 

The  azo-dyestuffs  from  give 

Amidoazobenzene  sulphonic  acids  +  /S-naphthol  ....  green. 

Aniidoazobenzene  and  honiologues  +  /3-naphthol  sulphonic  acids  .  red-violet. 

Amidoazobenzene  sulphonic  acids  +  yS-naphthol  sulphonic  acids  .  blue. 

Benzene-azo-a-naphthol,    which    is   prepared    by    the   combination    of    diazo- 
benzene  chloride  and  a-naphthol,  has  presumably  the  formula 

but  identically  the  same  compound  is  produced  when  a-naphthoquinone  is  treated 
with  phenylhydrazine,  which,  from  its  method  of  formation,  should  have  the  formula 

C6H5.NH:N  =  CioH„  =  0. 

Similarly,  R.  Meyer  {Ber.,  1888,  xxi.  118;  1891,  xxiv.  1243)  prepared  an 
azo-compound  of  malonic  acid  in  the  following  way  : — 

COOC2H5  COOO2H5 

I  I 

CHNa      +  ClNrN.CfiHs  -^  CH.N  tN.O^Hs  +  NaCl 

I  I 

COOCaHg  COOC2H5 

ethyl  sodio-malonate. 

^  hydrolysis 

COOH 

I 
CH.N  .  N-OgHg 

I 
COOH 

which  was  found  to  be  identical  with  the  hydrazone  of  mesoxalic  acid  prepared 
by  Fischer  and  Fibers  (Ann.,  1885,  ccxxvii.  355) 

COOH  COOH 

I  I 

CO        +  H^N.NHCfiHg  ->  C:N    NH-CgHg  +   H,0 

COOH  COOH 

mesoxalic  acid. 

Other  instances  of  the  same  kind  have  also  been  noticed  by  Bernthsen  {Ber., 
1888,  xxi.  743),  and  by  Japp  and  Klingemann  {Anii.,  1888,  ccxlvii.  190). 

The  question  therefore  arises :  Are  the  azo-dyestuffs  true  azo-compounds, 
or  are  they  derivatives  of  quinone  ? 

Taking  oxy-  and  amidoazobenzene  as  two  typical  azo-dyestuffs,  the  two  forms 
would  be  represented  in  the  following  way : — 

Azo-foi'm.  Quinone  or  hydrazone  form. 

CeHgN  :  N  -  CgH^OH  CrHj  -  NH.  N  :  CgH^  :  O 

oxyazobenzene.  pheiiylhydrazone  of  benzoquinone. 
CsHsN  :  N  -  C6H4NH2  ChHs  -  NH  N  :  CrH^  :  NH 

amidoazobenzene.  phenylhydrazone  of  quinoneimide. 

Whilst  the  oxyazo-compounds,  which  contain  the  hydroxyl  group  in  the 
para-position  to  the  azo-group,  show  all  the  properties  of  phenols,  the  corre- 
sponding dei'ivatives  containing  the  hydroxyl  group  in  the  ortho-position  exhibit 
properties  which  are  more  in  accordance  with  a  hydrazone  structure. 
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Thus  the  azo-dyestufFs  derived  from  ;8-naphthol,  and  which  contain  the 
hydroxyl  group  in  the  ortho-position,  are  insoluble  in  alkalies,  and,  therefore,  do 
not  possess  phenolic  properties. 

In  the  same  way,  only  the  paraamidoazo-compounds  behave  as  true  azo-bodies 
containing  a  primary  amido-group,  for  they  can  readily  be  diazotised,  which  is  not 
the  case  with  the  corresponding  orthoamidoazo-derivatives. 

For  these  reasons  many  chemists  consider  that  the  paraazo-compounds  possess 
the  true  azo-structure,  whereas  the  ortho-derivatives  react  as  hydrazones,  and 
although  this  assumption  has  much  in  its  favour,  yet  it  cannot  be  accepted 
as  a  true  representation  of  the  facts. 

Orthoazo-compounds  frequently  react  as  true  oxyazo-derivatives,  whilst,  as 
mentioned  above,  an  azo-compound  is  formed  from  a-naphthol  (and  therefore 
contains  the  azo-group  in  the  para-position  to  the  hydroxyl),  which  is  identical 
with  the  corresponding  hydrazone  from  a-naphthoquinone. 

Also  acetyl  and  benzoyl  derivatives  can  be  formed  from  orthoazo-compounds 
which  contain  the  acid  radical  combined  with  the  nitrogen  atom  (Goldschmidt, 
Ber.,  XXV.  2300  and  1324). 

On  the  other  hand,  Weinberg  {Ber.,  xx.  3171)  finds  that  acetylation  of  the 
hydroxyl  group  occurs  in  the  case  of  the  orthoazo-derivatives. 

From  these  divergent  opinions  it  is  evident  that  the  two  forms  are  tautomeric, 
and  that  both  the  ortho-  and  para-derivatives  can  react  in  either  form. 

The  question  has  been  finally  decided  by  Hantzsch  {Ber.,  xxxii.  3089),  accord- 
ing to  whose  researches  both  the  ortho-  and  paraoxyazo-compounds  are  hydrazones 
in  the  free  state ;  whereas  their  salts  are  true  derivatives  of  oxyazobenzene. 

In  the  ensuing  pages  the  azo-formula  will  always  be  the  one  adopted. 

V.  The  influence  of  groups  and  constitution  upon  the  colour  of 

azo-COmpounds. — The  simplest  azo-dyestufFs  are  yellow.  Either  by  the  increase 
in  the  number  of  chromophore  groups,  or  by  the  increase  in  molecular  weight,  the 
colour  deepens,  passing  either  through  red  to  violet  or  into  brown. 

Azo-dyestufis  which  contain  only  benzene  rings  are  mostly  yellow,  orange- 
yellow,  or  brown. 

By  the  entrance  of  naphthalene  nuclei  reds  are  formed,  and  azo-dyestuffs 
containing  only  naphthalene  rings  are  violet,  blue,  or  black. 

Green  azo-dyestufFs  seem  only  to  be  formed  when  nitro-groups  enter  into  the 
molecule  of  the  azo-compound.  Mordant  dyestufFs  forming  green  lakes  with 
chromium  salts  are,  however,  formed  by  coupling  salicylic  acid  with  the  diazo- 
salts  derived  from  certain  compounds  of  the  tripheiiylmethane  series. 

Thus  azo-green  (By)  is  7n-amidotetramethyldiamidotriphenylcarbinol  azo- 
salicylic  acid 

/CeH,N(CH3), 


OH  \— 

The  sulphonic  acid  group  entering  into  the  molecule  of  an  azo-dyestufF  does 
not  appreciably  alter  the  nature  of  the  colour;  it  naturally,  however,  not  only 
increases  the  solubility  of  the  compound  in  water,  but  also  causes  it  to  become  an 
acid  dyestufF  forming  stable  salts  with  alkalies. 

The  introduction  of  sulphonic  acid  groups  is  sometimes  effected  in  the  finished 
dyestuff,  but  more  usually  they  are  present  in  the  components  which  form  the  azo- 
compound. 

The  position  of  this  group  is  not  altogether  without  influence  on  the  colour  of 
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the  dyestuff,  as  is  shown  by  comparing  the   three  isomeric  compounds  given 
below,  which  give  three  distinct  shades  of  red  : — 

OH 


(1)  SOsNa/      •>N:N<^    \n  :  n/      >  Crocein  scarlet. 

SOgNa/ 
OH 

_  _  L 

(2)  /    \n:N/    \n  :1h/    \  Brilliant  crocein. 

SOoNa< 


SOjNa 
SO,Na     OH 


(3)  SOgNa/    \n  :  n/    \n  :  n/    \  Biebrich  scarlet. 


The  influence  of  the  position  of  the  sulphonic  acid  group  on  the  colour  of  the 
azo-conipounds  is  clearly  seen  when  the  azo-dyestuffs  derived  from  the  two 
/S-naphthol  sulphonic  acids  2  •..  3  :  6  and  2:6:8  are  compared. 

These  sulphonic  acids  (or  rather  their  sodium  salts)  are  termed  R  and  G  salt 
respectively 

SOjNa 

S03Na'\/'\/'S03Na  SOjNa'xy'^/' 

R  salt.  G.  salt 

the  letter  R  (ro^/t  =  red)  indicating  that  red  shades  of  colour  are  produced,  the 
letter  G  ((jelh  =  yeWo'w)  meaning  that  the  azo-dyestuff  containing  this  salt  is 
yellowish-red  in  colour. 

The  position  of  the  two  azo-groups  in  the  coupling  benzene  ring  contained  in 
these  tetrazo-bodies  has  a  most  marked  influence  on  the  colour  of  the  compound. 

Thus  the  dyestuff 

(SOaNa)^.  ^(SO^Na), 

(;8){0H)/  \osm 

is  blue  when  the  two  azo-groups  are  in  the  para-position ;  red  when  they  are  in 

the  meta-position. 

The  influence  of  the  auxochrome  groups  OH  and  NH.,  upon  the  colour  of 

the  azo-dyestuffs  is  clearly  shown  in  the  benzidine  series  (see  iSuhstantive  cotton 

dyestuffs,  p.  70). 

Tetrazobenzidine  ^    salts   combined   with    amidonaphthalene    sulphonic  acids 
^  By  tetrazobenzidine  salt  is  understood  a  tetrazo-salt  of  diphenyl,  e.g. 

N,01 


0 


N,C1 

which  is,  of  course,  derived  from  benzidine.  This  nomenclature  is  more  customary  than  the 
more  correct  one,  which,  as  in  the  case  of  the  name  "  diazobenzene  chloride,"  indicates  the 
hydrocarbon  from  which  the  diazo-salt  is  derived. 
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yield  red  dyestufFs,  with  naphthol  sulphonic  acids  blue  dyestuffs,  and  in  mixed 
combination  (see  p.  70)  with  both  naphthylamine  and  naphthol  sulphonic  acids 
dyestuffs  which  are  a  mixture  of  red  and  blue,  i.e.  violet. 

Thus  :— 

Tetrazobenzidine  chloride  +  naphthionic  acid  (Na  salt)  give  Congo  red 

SOjNa/    NnH^  NH2/    NsOgNa 


Tetrazobenzidine   chloride  +  Neville   and    Winther's   acid    (Na  salt)   give    a 
reddish-blue  dyestuff. 

S03Na/~\oH  oh/    NsOsNa 

<:>         ,  o 

Tetrazobenzidine  chloride  +  1  mol.  naphthionic  acid  and  1  mol.  Neville  and 
Winther's  acid  give  Congo  Corinth  (violet)  ^ 


SO,Na/    \0H  NH.,/      >SO,Na 


<_>  o 


The  entrance  of  quite  indifferent  groups — such  as,  for  example,  the  methoxy- 
group — frequently  has  a  marked  influence  on  the  colour. 
Thus  dyestuffs  derived  from  dianisidine 

.OCH, 


^^\, 


\OCH3 

are  very  much  bluer  than  those  from  benzidine  using  the  same   second   com- 
ponent. 

SUBSTANTIVE  COTTON  DYES. 

Up  to  the  year  1885  it  was  always  necessary  to  put  the  cotton  fibre  through  a 
preparatory  treatment  before  the  artificial  dyestuffs  could  be  applied  to  it.  In 
that  year  the  "  Actiengesellschaft  fiir  Anilinfabrikation "  in  Berlin  introduced 
into  commerce  the  dyestuff  Congo,  which  had  been  discovered  in  the  previous 
year  by  Bottiger,  and  which  possessed  the  property  of  affixing  itself  on  to  the 
cotton  fibre  without  the  aid  of  any  mordant. 

Congo  is  made  by  the  combination  of  tetrazobenzidine  salts  with  sodium 
naphthionate,  and  therefore  possesses  the  formula 

CfiH^N  :  N.CioHg(NH.,)S03Na 
CfiH^N :  N.CioH5(NH2)S03Na 

1  The  same  difference  is  well  illustrated  by  the  three  dyestuffs  derived  from  tolidine  in  place 
of  benzidine. 
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The  property  of  this  dyestufF  of  fixing  itself  directly  on  the  cotton  fibre  is 
apparently  due  to  the  presence  of  the  diphenyl  residue  in  its  molecule,  since 
other  dyestuffs  derived  in  the  same  way  from  benzidine  and  its  homologues 
possess  this  property.     Benzidine  is  di-p-diamidodiphenyl  of  the  formula 


and  it  appears  that  one  condition  of  the  formation  of  substantive  cotton  dyestuffs 
is  that  the  base  from  which  they  are  derived  must  be  a  diamine,  since  the 
monoamido-derivatives  of  diphenyl  do  not  yield  azo-compounds  substantive  to 
cotton. 

Further,  the  two  amido-groups  must  be  in  the  para-position  to  the  coupling 
bond,  since  it  has  been  found  that  other  amido-derivatives  of  diphenyl  do  not 
yield  dyestuffs  possessing  this  property. 

To  the  presence,  therefore,  of  the  jo-diamidodiphenyl  rest,  in  the  molecule  of 
Congo  red,  must  be  attributed  its  property  of  affixing  itself  to  the  cotton  fibre. 

Homologues   of   benzidine   containing  the  substituting  group  in  the  ortho- 
position  to  the  amido-group  also  possess  this  property.     Thiis 
o-tolidine 

U     /-I 


NH2<^ 


dianisidine 


OCH3         OCH 

1                  1 

NH,<(~)>-<(~)>NH2 

diphenetidine 

OC2H5       OC2H5 

1                  1 

and  ethoxybenzidine 

OC^H^ 

are   all   valuable  bases  for  the  preparation  of  the  azo-dyestuffs  substantive  to 
cotton. 

The  same  applies  also  to  derivatives  of  benzidine  containing  halogen  groups  in 
the  ortho-position  to  the  amido-group.     Thus 
o-dichlorobenzidine 

CI  01 


and  o-dibromobenzidine 

Br  Br 

L        J 

NH.,<(  y-<^  yNH, 

yield  azo-dyestuffs  substantive  to  cotton. 

If,  however,  substituting  groups  enter  the  benzidine  molecule  in  the  ortho- 
position  to  the  coupling  bond,  and  therefore  in  the  meta-position  to  the  amido- 
group,  the  compounds  formed  do  not  yield  azo-dyes  substantive  to  cotton. 
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Thus, 
??t-dichlorobenzidine 

01  01 

I  L 


GOGH    GOGH 

J  L 

NH,<     \ /     >NH2 


SG3H     SGoH 

I  L 


SG,H      SG,H 


??i-diamidodiphenic  acid 


beiizidine-?M-disulphonic  acid 


tolidine  disulphonic  acid 


!  I 

GH3  GH3 

yield  azo-compounds  which  possess  no  affinity  for  the  vegetable  fibre. 

If,  however,  ring-formation  takes  place  in  the  ortho-position  to  the  coupling 
bond,  then  the  bases  yield  substantive  azo-dyestufFs. 

Thus, 
diamidocarbazol 

NHo^    y /    )>NH2 

NI£,<      > /      >NH2 

SG., 


benzidine  sulphone 


and  diamidofluorene 

yield  azo-dyestuffs  substantive  to  cotton. 

It  is  not,  however,  only  the  derivatives  of  benzidine  and  its  homologues  that 
yield  azo-dyestufFs  substantive  to  cotton.  There  are  a  niimber  of  other  bases 
which  are  also  para-diamines,  but  in  which  the  two  benzene  rings  are  not 
directly  combined  together. 

Thus  the  following  bases  yield  important  substantive  cotton  dyes : — 
diamidoazobenzene 

^-phenylenediamine-azo-^-xylidine 

CH3 

I  _ 


OH3 
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diamidodiphenylamine 

H 

diamidodiphenylurea 

H  H 

NH,/    \_N— CO— n/    NnHs  ' 

diamidodiphenylthiourea 

H  H 


NH2<      >N— CS— N<      >NH2 
diamidostilbene 


NH/       ^CH  :  CH<^      >NH, 

diamidostilbene  disulphonic  acid 

SO3H  SO,H 

4  L 

NH2/     \CH  :  oh/     NnHs 

On  the  other  hand  : — 
p-diamidodiphenylmethane 

NH2<(    ^-CH2-<^    ^NH, 
and  j)-diamidodibenzyl 


NH/       >CH, .  CH2<^      ^NHo 

do  not  yield  azo-dyestuffs  substantive  to  cotton. 

The  simplest  j)-diamine,  viz.,  j9-phenylenediamine 

NHo/    ^NHg 

also  gives  substantive  azo-dyestuffs,  whereas  ??z-phenylenediamine  does  not. 

Also  certain  diamines  in  the  naphthalene  series,  as,  for  example, 
1  :  5-diamidonaphthalene,  1  :  4-diamidonaphthalene 

NH2  NH2 


NH,  NHj 

and  1  :  .j-diamidonaphthalene-3  :  7-disulphonic  acid 

SO3H1 

NH, 

yield  azo-dyestuffs  substantive  to  cotton. 

It  therefore  follows  that  although  a  large  number  of  different  bases  yield  azo- 
dyestuffs  which  possess  the  property  of  directly  dyeing  the  vegetable  fibre,  yet 
they  all  have  a  very  similar  constitution. 
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(1)  They  are  all  2>-dianiines. 

(2)  The  amido-groups  are  in  the  para-position  either  to  a  bond  joining  two 
benzene  rings,  or  to  the  point  of  juncture  of  a  chain  uniting  two  benzene  rings. 

(3)  This  chain  is  unsaturated. 

(4)  In  the  case  of  derivatives  of  diphenyl,  the  ortho-position  to  the  coupling 
bond  must  be  free. 

If  this  position  is  occupied,  then  substantive  cotton  dyestufFs  are  only  formed 
when  ring-formation  takes  place  between  the  ortho-position  in  one  benzene  ring 
and  that  in  the  other. 

There  is,  however,  a  characteristic  relationship  between  the  colour  of  the  disazo- 
compounds  formed  from  diamines  and  their  property  of  dyeing  immordanted 
cotton,  by  which  it  can  always  be  ascertained  whether  any  given  base  will  yield 
substantive  azo-dyestulfs.  Those  bases  which  yield  these  dyestuflis  give  with 
naphtliol  sulphonic  acids  blue  and  violet  compounds,  and  with  naphthylamine 
sulphonic  acids  red  dyestufFs. 

The  isomeric  compounds  which  do  not  yield  substantive  cotton  dyes  give  with 
naphthol  sulphonic  acids  red,  and  with  naphthylamine  sulphonic  acid  orange- 
yellow  dyestufFs. 


HISTORICAL. 

In  1864  Peter  Griess  (Ann.,  1866,  cxxxvii.  60)  showed  that  by  the  action  of 
diazo-compounds  upon  amines,  amidoazo-compounds  were  formed. 

The  oxyazo-com pounds  were  first  prepared  in  1870  by  Kekule  and  Hidegh 
[Ber.,  1870,  iii.  233)  by  the  interaction  of  diazo-compounds  with  phenols. 

The  first  azo-dyestufF,  amidoazobenzene,  had  already  been  prepared  by 
Griess  in  1859  (Ann.,  1862,  cxxi.  262)  by  the  rearrangement  of  diazoamido- 
benzene,  without,  however,  his  realising  the  nature  of  the  reaction.  It  was 
manufactured  in  1863  by  Simpson,  Moule,  and  Nicholson  under  the  name  of 
Aniline  yellow,  and  its  constitution  was  determined  three  years  later  by  Martins 
and  Griess  (Zeitschr.,  1866,  ii.  132). 

In  1865  Martins  discovered  Phenylene  brown  (Bismarck  brown)  and  intro- 
duced its  manufacture  in  1866.  This  dyestufF,  which  was  identified  by  Caro  and 
Griess  (Zeitschr.,  1867,  iii.  278)  as  triamidoazobenzene,  still  finds  considerable 
application  in  the  dyeing  industry. 

""  Chrysoidine  (diamidoazobenzene)  was  discovered  at  the  end  of  1875  by  Caro, 
and  immediately  afterwiirds  (January  1876)  by  Witt  (iJu-;,w-l*S^,  Al'iOB"!)-,  and 
was  technically  prepared  in  1876  by  Williams,  Thomas,  and  Dower  of  Brentford. 

Shortly  afterwards  Roussin  prepared  the  first  azo-dyestuffs  from  the  naph- 
thols,  which  were  introduced  into  commerce  in  the  spring  of  1877  by  Poirrier 
under  the  names  of  Orange  I.  and  Orange  II. 

In  1876  Gi'iess  prepared  a  number  of  azo-dyestuflfs  by  the  interaction  of 
/?-diazobenzene  sulphonic  acid  on  various  bases,  which,  in  the  same  year,  were 
independently  prepared  by  Witt,  and  later  named  the  Tropaolines.  In  1877 
Griess  patented  a  large  number  of  azo-dyestuffs  in  England,  amongst  others  being 
a  yellow  dyestuff  prepared  from  diazodinitrophenol  and  phenol,  and  which  were 
manufactured  by  Joseph  Storey,  of  Lancaster,  under  the  name  of  Lancaster 
yellow. 

The  same  patent  includes  the  first  red  azo-dyestuff  prepared  by  the  inter- 
action of  diazophenol  sulphonic  acid  and  ^-naphthol. 

In  1878  the  firm  of  Meister  Lucius  and  Brlining,  of  Hochst-am-Main,  patented 
the  dyestufFs  known  as  Ponceaux  and  Bordeaux,  this  being  the  first  instance  of 
the  use  of  the  disulphonic  acids  of  the  naphthols. 
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The  first  (secondary)  disazo-dyestuff  was  the  Biebrich  scarlet,  prepared  in 
1879  by  Nietzki  (.B«w?'"tOOQii  Jlitll.  ^O^^^f^^ ;  and  the  first  (primary)  disazo-dye- 
stuff was  the  Eesorcin  brown  discovered  by  Wallach  in  1881  (Btfwi^W"). 

In  1884  Paul  Bottiger  took  out  a  patent  (DJ^Ji^j^&ii)  for  the  preparation 
of  the  first  substantive  cotton  dye — Congo  red — prepared  by  the  interaction  of 
tetrazobenzidine  and  sodium  naphthionate,  a  discovery  which  gave  a  consider- 
able impetiis  to  the  azodyestufF  industry,  and  caused  the  preparation  of  a  vast 
number  of  other  dyestufFs  of  similar  constitution. 

The  first  satisfactory  black  azo-dyestutf  was  Naphthol  black,  discovered  in 
1885  by  Hoffmann  and  Weinberg  (K»!«ipfe9r*»/f/«fr). 

In  1887  Green  found  that  Primuline,  previously  discovered  by  him,  possessed 
the  property  of  dyeing  cotton  direct,  and  that  such  dyeings  could  be  diazotised 
on  the  fibre  and  developed  with  various  second  components,  yielding  different 
colours. 

This  discovery  gave  rise  to  the  preparation  of  many  azo-compounds  contain- 
ing free  amido-groups,  which  could  be  diazotised  and  developed  in  the  same  way 
on  the  fibre,  yielding  colours  particularly  fast  to  light  and  washing. 

The  year  1889  marked  the  discovery  by  Gans  of  the  first  direct  cotton  black 
(Diamine  black  RO),  and  this  was  followed  by  the  many  varieties  of  Columbia 
black  (A). 

In  1891  Hoffmann  and  Daimler  prepared  the  first  direct-dyeing  green  colour 
(Diamine  green). 

In  recent  years  considerable  advance  has  been  made  in  the  production  of 
insoluble  azo-compounds  directly  on  the  fibre. 

/T'hus  Nitraniline  red,  prepared  by  treating  cotton  impregnated  with  ^^^napb,- 
Miol  with  a  solution  of  diazo-p-nitraniline,  is  a  dyestuff  of  very  eonsiderable 
importance. 

Owing  to  the  great  ease  with  which  the  azo-colouring  matters  can  be  applied 
to  the  fibre,  the  question  of  their  fastness  to  washing,  light,  etc.,  was  perhaps 
formerly,  to  some  extent,  overlooked. 

The  continued  use,  however,  of  the  faster  mordant  dyestuffs,  Aniline  black 
and  even  some  of  the  natural  dyestuffs,  has  stimulated  research  in  the  field  of 
azo-dyes,  and  since  about  1894  many  new  compounds  have  been  pressed  into  the 
service  of  producing  dyestuffs  particularly  distinguished  by  their  powers  of  with- 
standing light  and  the  usual  reagents. 

DIVISION  OF  THE  AZO-DYESTUFFS. 

The  azo-dyestuffs  can  be  divided  into  four  chief  classes :  — 

(1)  Those  containing  one  azo-group — monoazo-dyestuffs. 

(2)  Those  containing  two  azo-groups  — disazo-dyestuffs. 

(3)  Those  containing  three  azo-groups — trisazo-dyestuffs. 

(4)  These  containing  four  azo-groups — tetrakisazo-dyestuffs. 

Each  chief  division  can  be  subdivided  into  other  divisions,  thus : — 

(1)  (a)  Amidoazo-compounds. 
(h)  Oxyazo-compounds. 

(2)  (a)  Primary  disazo-compounds. 

(b)  Secondary  disazo-compounds, 

(c)  Dyestuffs  from  tetrazo-salts  with  two  similar  or  two  different 

molecules  of  an  amine  or  phenol. 

(3)  Are  not  subdivided. 

(4)  Are  usually  produced  as  such  on  the  fibre  by  development. 
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A  short  description  of  each  subdivision  will  be  found  in  the  following  pages, 
together  with  one  or  two  examples  from  each ;  for  a  more  detailed  description  of 
the  azo-compounds  the  reader  is  referred  to  larger  works  on  the  subject,  e.g. : — 
Schultz,  Chemie  des  Sleinkoldentheers,  Band  ii. ;  Green,  Organic  Colouring  Matters ; 
Leon  Lefevre,  Matierns  colorantes  artijicielles ;  or  any  of  the  other  text-books 
mentioned  on  p.  180. 

Amidoazo-COmpoundS.— Amidoazobenzene,  CgH^N  :  NCjjH^NHg,  which  is 
the  simplest  amidoazo-com  pound,  is  now  no  longer  used  in  commerce. 

It,  however,  finds  considerable  application,  in  the  form  of  its  sulphonic  acids, 
in  the  preparation  of  certain  disazo-dyestuffs  to  be  mentioned  later  (see  Biehrich 
scarlet). 

Acid  yellow  is  a  mixture  of  the  mono-  and  disulphonic  acids  of  aniline 
yellow,  and  is  prepared  by  treating  it  with  fuming  sulphonic  acid. 

Chrysoidine 

/NH.. 

\nh,.hci 

is  prepared  by  the  interaction  of  diazobenzene  chloride  and  7w-phenylenediamine. 
It  still  finds  considerable  application  as  a  dyestuff. 

Chrysoidine  possesses  in  a  very  high  degree  the  property  of  absorbing  the 
actinic  rays  of  light,  which  causes  it  to  be  considerably  used  by  photographers 
for  the  purpose  of  covering  the  windows  of  dark-rooms,  etc. 

The  amidoazo-colours  are  basic  dyestutts,  except  in  the  case  of  the  sulphonic 
acids,  where  the  entrance  of  the  sulplionic  acid  group  renders  them  capable  of 
forming  salts  with  alkalies,  when  they  are  naturally  acid  dyestuffs. 

Other  dyestuffs  of  this  group  are  : — 


Aniline  +  ??i-toluylenediamine. 
Dinitraniline  -f-  diethyl  metanilic  acid, 
o-toluidine  -f-  o-to1uidine. 
Metanilic  acid  +  diphenylamine. 
Sulphanilic  acid  -I-  dimethylaniline. 
Sulphanilic  acid  -I-  diphenylamine. 
Primuline  -f  ??i-phenylenediamine  disulphonic  acid. 
Primuline  -f-  m-toluylenediamine. 
1  :  8-amidonaphthol-3  :  6-disulphonic  acid  H  +  ethyl- 
a-naphthylamine. 
Metachrome  brown  B  [Aj      Picramic  acid  -f  m-toluylenediamine. 


Chrysoidine  R  (C) 
Wool  violet  S  [B] 
Spirit  yellow  Pt  [K] 
Metanil  yellow  [B]   . 
Orange  III. 
Orange  IV.  [B] 
Cotton  orange  O  [B] 
Atlas  red  [BrS] 
Lanacyl  violet  B  (C) 


Oxyazo-COmpoundS. — The  most  important  insoluble  dyestuff  belonging  to 
this  group  is  p-nitraniline  red 

/NO2 
\N:N.C,oH6(OH)/3 

This  dyestuff  is  never  introduced  mto  commerce  in  the  finished  state, 
except  as  a  pigment,  but  is  always  produced  by  the  dyer  directly  on  the  fibre 
by  first  treating  the  cotton  fibre  with  an  alkaline  solution  of  /3-naphthol,  and 
subsequently  either  steeping  it  in,  or  printing  on  it,  a  solution  of  diazotised 
p-nitraniline. 

A  similar  product  is  Phenetidine  red  (M.L.Br.),  a  bluish-red  dyestuff  prepared 
from  nitrophenetidine  and  y8-naphthol 
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^'|N0., 


OCaHs 

Nitrosamine  red,  as  formerly  mentioned  (p.  48),  is  the  sodium  salt  of  ;p-nitro- 
benzene  awfo'-diazo-hydroxide 

/NO, 

\N.=N.ONa 

and  is  prepared  by  the  action  of  caustic  alkali  on  diazo-jj-nitraniline  chloride. 

On  treatment  with  acids  it  yields  a  salt  of  diazo-^-nitraniline  (^-nitrobenzene 
diazoniura  chloride),  which  is  then  available  for  the  use  of  the  dyer  to  prepare 
^>nitraniline  red  (Nitrosamine  red). 

The  nitrosamine  i)aste  admixed  with  /3-naphthol  can  also  be  printed  on  the 
fibre,  when,  on  passing  the  printed  material  through  dilute  acid,  the  dye  will 
be  developed. 

DyestufFs  similar  in  composition  to  ^;-nitraniline  red  can  also  be  prepared  by 
the  diazonaphthylamines  and  from  dianisidine. 

The  soluble  oxyazo-compounds  are  the  sodium  salts  of  the  various  sulphonic 
acids,  and  are  prepared  by  combining  sulpho-acids  of  phenol  and  naphthols  with 
diazo-salts. 

The  Ponceaux  are  compounds  prepared  by  the  interaction  of-  various  diazo- 
salts  with  the  naphthol  sulphonic  acids. 

Two  typical  instances  are  : — 

Ponceau  4G1>  [A] 

\SO.,Na 

prepared    from    diazobenzene    chloride    and     /^-naphthol     monosulphonic    acid 
(Schiiffer's  acid),  and 

Crystal  Ponceau  [B],  crystal  Ponceau  6B  [C] 

/OH  (;3) 

\(SO:iNa)., 

prepared  from  diazonaphthalene  chloride  and  /?-naphthol  disulphonic  acid  G. 

They  are  acid  dyestufFs  and  are  well  adapted  for  the  dyeing  of  wool. 

Fad  red  A  [B]  is  an  instance  of  a  dyestufF  of  this  group  which  contains  two 
naphthalene  rings  ;  it  is 

.SO^jNa 

^N  :  N  -  CjoH,.OH 

and  is  prepared  from  diazo-naphthionic  acid  and  /?-naphthol. 

There  are  also  certain  dyestuffs  belonging  to  this  series  which  are  made  by 
the  use  of  salicylic  acid 

/OH        (1) 

^COOH  (2) 
as  second  component. 
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Such  are : — 
Alizarine  yelloic  GG  [M] 

CbH/  /OH 

^COOH 

prepared  from  ??^-nitraniline  and  salicylic  acid,  and 
Diamond  yellow  G  [By] 

/COOH 

CfiH/  /OH 

\N:N-C6H3< 

M300H 

prepared  from  the  diazo-salt  of  m-amidobenzoic  acid  and  salicylic  acid. 

Owing  to  the  presence  of  the  OH  and  COOH  groups  in  the  ortho-position 
in  the  salicylic  acid  residue,  these  compounds  are  mordant  dyestuffs,  and  find 
considerable  application  as  such  in  the  textile  industry. 

In  this  respect,  also,  the  azo-dyestulFs  derived  from  chromotropic  acid  are 
interesting. 

Tills  acid  is  1  :  8-dioxyuaphthalene-3  :  6-disulphonic  acid 

OH  OH 


/SO3H 

and  its  sodium  salt  gives,  on  combination  with  diazo-salts,  the  dyestuffs  known 
as  the  Chromotropes.  Here,  again,  the  ^en-position  of  the  hydroxyl  groups  in 
the  chromotropic  acid  causes  the  azo-dyestufTs  derived  from  it  to  form  lakes 
with  metallic  salts. 

They  may  be  applied  as  follows : — 

Wool  is  dyed  red  in  an  acid  bath  containing  a  Chromotrope,  and,  on  subsequent 
treatment  with  potassium  bichromate  solution,  becomes  dark  blue  to  black. 

The  dyeings  thus  produced  are  exceptionally  fast ;  owing,  however,  to  their 
cost  of  production  the  Chromotropes  are  not  used  to  any  considerable  extent 
technically. 

Other  dyestuffs  of  this  group  are  : — 


Sudan  G  [A 
Sudan  I.    A^ 
Ponceau  2G"'[A] 
Orange  G  [A] 
Chromotrope  2R  [M] 
Alizarine  yellow  (iG  [M] 
Chromotrope  2B  [M]      . 
Alizarine  yellow  R  [ByJ . 
Victoria  violet  4BS  [M] . 
Chromotrope  6B  [M] 
Cochenille  scarlet  2E,  [Scli] 
Orange  GT  [By]    . 
Azofuchsine  B  [By] 
Sudan  II.  [A] 
Azococcine  2R  [A] 
Wool  scarlet  R  [Sch]      . 
Palatine  scarlet  [B] 


Aniline  +  resorcinol. 

Aniline  +  ^-naphthol. 

Aniline  -1-  ;8-naphthol  disulphonic  acid  R. 

Aniline  +  yS-naphthol  disulphonic  acid  G. 

Aniline  +  chromotropic  acid. 

m-nitraniline  +  salicylic  acid. 

^-nitraniline  -I-  chromotropic  acid. 

j)-nitraniline  +  salicylic  acid. 

Alkaline  reduction  of  Chromotrope  2B. 

/^-amidoacetanilide  -t-  chromotropic  acid. 

Toluidine  +  a-naphthol  sulphonic  acid  C. 

Toluidine  +  ;8-naphthol  sulphonic  acid  S. 

Toluidine  +  dioxynaphthalene  sulphonic  acid  S. 

Xylidine  -h  ;8-naphthol. 

Xylidine  +  a-naphthol  sulphonic  acid  NW. 

Xylidine -1- a-naphthol  disulphonic  acid  Sch. 

?n-xylidine -H  a-naphthol  disulphonic  acid  RG. 

5 
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Brilliant  orange  R  [M] 
Ponceau  2R  [A]     . 
Ponceau  3R  [AJ     . 
Sudan  brown  [A]  . 
Palatine  red  [B]     . 

Fast  red  BT  [By]  . 
Fast  red  B  [By]     . 
Chromotrope  lOB  [M] 
Azoeosine  [By] 
Azocochenille  [By] 
Diamond  flavine  [By] 
Erika  B  [A]  . 

Chrysoine  [B] 
Orange  T.  [M] 
Orange  II.  [B]       . 
Azofuchsine  G  [By] 


Naphthylamine  brown  [B] 

Azorubine  [Lev] 

Fast  red  [A] 

Fast  red  D  [B] 

New  coccine  [B] 

Ponceau  6R  [M] 

Chromotrope  8B  [M]      . 

Fast  red  A  [A]       . 

Double  brilliant  scarlet  G  [A] 

Chrome  yellow  D  [By]  . 

Crumpsall  yellow  [Lev] . 


Cotton  yellow  R  [B] 
Diamond  yellow  R    By 
Diamond  yellow  G    By 
Sorbine  red  [BJ 
Lanafuchsine  [C]  . 
Indoine  blue  R  [Bj 
Lanacyl  blue  BB  [C] 


Rosophenine  SG  [CI  Co] 


Xylidine  +  y8-naphthol  sulphonic  acid  S. 

Xylidine  +  ^-naphthol  disulphonic  acid  R. 

i/^-cumidine  +  /3-naphthol  disulphonic  acid  R. 

a-naphthylamine  +  a-naphthol. 

a-naphthylamine  +  a-naphthol    disulphonic    acid 
RG. 

a-naphthylamine  +  ^-naphthol  sulphonic  acid  S. 

a-naphthylamine  +  y8-naphthol  disulphonic  acid  R. 

a-naphthylamine  -f-  chromotropic  acid. 

o-anisidine  4-  a-naphthol  sulphonic  acid  NW. 

o-anisidine  -I-  a-naphthol  disulphonic  acid  Sch. 

Tetrazobenzidine  -I- 1  mol.  salicylic  acid,  boiled.^ 

Dehydro-thio-m- xylidine  +  a -naphthol-c -disul- 
phonic acid. 

Sulphanilic  acid  +  resorcinol. 

Sulphanilic  acid  +  a-naphthol. 

Sulphanilic  acid  +  yS-naphthol. 

Sulphanilic     acid  +  dioxynaphthalene    sulphonic 
acid  S. 

Naphthionic  acid  +  a-naphthol. 

Naphthionicacid  -I-  a-naphthol  sulphonic  acid  NW. 

Naphthionic  acid  -1-  y8-naphthol  sulphonic  acid  S. 

Naphthionic  acid  +  /8-naphtholdisulphonic  acid  R. 

Naphthionic  acid  +  y8-naphthol  disulphonic  acidG. 

Naphthionic  acid -f- ^-naphthol  trisulphonic  acid. 

Naphthionic  acid  +  chromotropic  acid. 

Naphthionic  acid  +  ^-naphthol. 

^-naphthylamine  sulphonic  acid  Br  +  ^-naphthol. 

y8-naphthylamine      monosulphonic     acid      Br-f- 
salicylic  acid. 

/^-naphthylamine   disulphonic  acid   G -1- salicylic 
acid. 

Primuline  -f  salicylic  acid. 

o-amidobenzoic  acid  -1-  salicylic  acid. 

m-amidobenzoic  acid  -f  salicylic  acid. 

p-amidoacetanilide-H  a-naphthol -3  :  6-disulphonic 
acid. 

Safranine  +  ^-naphthol. 

1  :  8-amidonaphthol-3  :  6disulphonic    acid    H  -I- 
1  :  5-amidonaphthol. 

Primuline  -1-  a-naphthol  sulphonic  acid  NW. 


DisazO-dyestufTs. — (l)  Primanj. — These  are  the  azo-compounds  which  are 
formed  by  the  successive  action  of  two  similar  or  different  diazo-salts — obtained 
by  the  diazotisation  of  a  monamine — on  an  amine  or  phenol,  whereby  the  two 
diazo  groups  enter  on  different  carbon  atoms  of  the  phenol  or  amine  used. 

The  first  example  of  this  class  was  Aniline  disazophenol 

NCeH^OH 

prepared  in  1864  by  Griess,  by  the  action  of  potassium  carbonate  on  diazobenzene 
nitrate,  and  called  by  him  oxytetrabenzene  or  phenolbidiazobenzene  (Ann., 
1866,  cxxxvii.  84). 

^  Tlie  second  diazo-group  is  thus  converted  into  the  OH  group. 
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The  following  two  dyestuffs  are  typical  members  of  this  series,  and  are  of 
considerable  importance : — 
Resorcin  brotvn 

OH  CH3 

'\^0H     '\/'0H3 

N  :  N<^    \sO,Na 
or 


?n-xylidine 
sulphanilic  acid 


\ 


resorcin  ol, 


is  prepared  by  the  action  of  diazoxylene  chloride  in  alkaline  solution  on  Resorcin 

yellow 

^  OH 

/\ 

I^'OH      _ 
N  :  N  /    \sO,Na 


Naphthol  blue  black  [C] 

OH  NHo 


CfiHgNiN,/   Y   ^|N:NCeH4N02 
SOaNa'x^'y^/'sOsNa 
or 

/j-nitranilincx 

yamidonaphthol  disulphonic  acid  H. 
aniline^ 

Other  dyestuffs  of  this  group  are  : — 

Terracotta  F  [G]      .     Primuline  x^ 

y>/i-phenylenediamine. 
Naphthionic  acid^ 

Cotton  orange  R  [B]     Primuline       ^ 

^m-phenylenediamine  disulphonic  acid. 
Metanilic  acid^ 

Fast  brown  [By]      .     Naphthionic  acid. 

^resorcinol. 
Naphthionic  acid^ 

Fast  brown  G  [t.  M]     Sulphanilic  acidv 

J)a-naphthol. 
Sulphanilic  acid^ 

Wool  black  6B  [A]  .     Sulphanilic  acid  (in^^ 

acid  solution)         ^1  :  8  -  amidonaphthol  -  4  -  sulphonic 
a-naphthylamine  (in^      acid, 
alkaline  solution) 

(2)  Secondary. — These  are  compounds  made  by  the  combination  of  diazotised 
amidoazo-dyestuffs  with  amines  and  phenols. 

The  series  contains  many  important  dyestuffs,  which  find  their  chief  applica- 
tion in  the  dyeing  of  wool. 
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The  following  are  typical  examples  : — 

Biebrich  scarlet. — This  dyestuff  is  prepared  from  the  diazo-compound  of  Fast 
yellow  combined  with  y8-naphthol.  It  therefore  consists  of  two  compounds,  one 
made  from  the  monosulphonic  acid  of  Aniline  yellow,  and  having  the  formula 

.SOgNa 

\N  :  NC6H4N  :  N.CioHgOH 

and  another  made  from  the  disulphonic  acid  and  having  the  composition 

/SO,Na 


^6^4 


N  :  N.C«H. 


SOsNa 
N:N.Cir>H«OH. 


The  disulphonic  acid,  however,  usually  predominates. 
N'ifMhol  black  [C]  contains  three  naphthalene  rings 


ClflH; 


(SOsNa)^ 
N:N-CioHfi-N:N-CioH4. 


that  is 


1NH2 


./\A 


(S03Na)2 
OH 


SOoNa' 


It  dyes  wool  black  from  an  acid  bath. 

Other  dyestufFs  of  this  series  are  : — 
Sudan  III.   ....     Amidoazobenzene  +  ^-naphthol. 


Cloth  red  G  [By] 
Brilliant  crocein  [M] 
Ponceau  5R  [M]  . 
Cloth  red  3B  [By] 


Cloth  red  B  [By" 
Crocein  3B  [Sch 


Cloth  red  B  [0]    . 
Bordeaux  BX  [By] 
Union  fast  claret  [Lev 
Cloth  scarlet  G  [K] 
Ponceau  4RB  [A] 


Crocein  scarlet  0  extra  [K] 
Fast  Ponceau  2B  [B]    . 
Crocein  scarlet  8B  [By] 
Fast  violet  (reddish)  [By] 
Anthracite  black  B  [C] 


Amidoazobenzene  +  a-naphthol  sulphonic  acidNW. 
Amidoazobenzene  +  /3-naphthol  disulphonic  acid  G. 
Amidoazobenzene  +  y8-naphthol  trisulphonic  acid. 
Amidoazotoluene  +  yQ  -  naphthylamine  -8  -  monosul- 
phonic acid. 
Amidoazotoluene  +  an  iphthol  sulphonic  acid  NW. 
Amidoazotoluene  +  a-naphthol     disulphonic     acid 

Sch. 
Amidoazotoluene  +  yS-naphthol  disulphonic  acid  R. 
Amidoazoxylene  -1-  /3-naphthol  sulphonic  acid  S. 
Amidoazoxylene  +  ^-naphthol  disulphonic  acid  R. 
Amidoazobenzene  sulphonic  acid  -f  /3-naphthol. 
Amidoazobenzene    sulphonic    acid  4-  ;8-naphthol 

sulphonic  acid  (2  :  8). 
Amidoazobenzene  disulphonic  acid  -+-  y8-naphthol 

sulphonic  acid  B. 
Amidoazobenzene  disulphonic  acid  +  ^-naphthol 

disulphonic  acid  R. 
Amidoazotoluene     sulphonic     acid  ■{■  ^-naphthol 

sulphonic  acid  B. 
Sulphanilicacid-azo-a-naphthylamine  4-  yS-naphthol 

sulphonic  acid  S. 
a-naphthylamine   disulphonic  acid-azo-a-naphthy- 

lamine  -t-  diphenyl-m-phenylenediamine. 
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Naphthylatnine  black  D  [C]      a-naphthylamine  disulphonic  acid-azo-a-naphthyl 

amine  +  a-naphthylamine. 

Naphthol  black  6B  [C]  .     a-naphthylamine  disulphonic  acid-azo-a-naphthyl- 

amine  4-  /i^-naphthol  disulphonic  acid  R. 

Diamond  green  [By]     .         .     Amidosalicylic    acid-azo-a-naphthylamine  +  dioxy- 

naphthalene  monosulphonic  acid  S. 

Diamond  black  [By]     .  .     Amidosalicylic    acid  -  azo  -  a  -  naphthylamine  +  a- 

naphthol  sulphonic  acid  NW. 

Diaminogen     black     [C]     Acetyl-1  : 4-naphthylenediamine     6     or     7     sul- 
(f or  cotton)  phonic   acid  -  azo  -  a  -  naphthylamine  +  amido- 

naphthol   sulphonic  acid  y.     (The  end  pro- 
duct saponified.) 

Naphthyl  blue  black  N  [C]  .     a-naphthylamine    disulphonic    acid    (4:7)-azo- 

a-naphthylamine  ethyl   ether  +  a-naphthyl- 
amine. 

Janus  red  [M]       .         .         .     m-amidophenyltrimethylammonium-azo-wi- tolu- 

idine  +  )8-naphthol. 

Dyestufifs  from  tetrazo-salts  are  prepared  by  combining  a  tetrazo- 
salt  obtained  from  a  primary  diamine,  with  two  similar  or  different  amines  or 
phenols.  The  most  important  members  of  this  class  are  those  which  are  derived 
from  benzidine  and  its  homologues,  which,  as  previously  mentioned,  possess  the 
property  of  directly  dyeing  the  cotton  fibre. 

The  formation  of  the  disazo-dyestuff  is  brought  about  in  the  usual  way. 
The  diamine  is  treated  with  nitrous  acid  and  converted  into  the  tetrazo-salt,  a 
process  which  in  the  case  of  benzidine  and  its  homologues  proceeds  very  smoothly. 

The  only  difference,  then,  between  the  formation  of  the  azo-compound  and 
the  disazo-compound  is  that  in  the  case  of  the  latter  two  molecules  of  the  amine 
or  phenol  used  as  second  component  have  to  be  employed. 

The  formation  of  the  disazo-dyestufFs  takes  place  in  two  distinct  stages.  In 
the  first  place  one  molecule  of  the  second  component  combines  with  the  tetrazo- 
salt,  forming  a  well-defined  intermediate  product  which  still  contains  a  free 
diazo-group. 

These  intermediate  products  may  be  in  most  cases  isolated,  and  are  well- 
characterised,  often  crystalline,  compounds. 

By  boiling  with  water  the  diazo-group  is  replaced  by  hydroxyl,  and  dyestufifs 
are  formed  which  are,  however,  of  little  technical  value.^ 

If  the  intermediate  product  is  further  combined  with  another  molecule  of  the 
same  amine  or  phenol,  the  simple  benzidine  dyestuffs  are  produced,  and  if 
a  molecule  of  some  other  amine  or  phenol  is  employed,  the  mixed  benzidine 
colours  are  formed.     Thus  : — 


Tetrazobenzidine  chloride 


C«H.N,C1 


combines  immediately  with  1  mol.  of  sodium  naphthionate  in  acid  solution  to 
form  the  intermediate  compound 

/NH2    (1) 

I  NSO3H  (4) 

CeH4N2Cl. 

^  With  the  exception,  however,  of  Diamond  flavine. 
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Thisdiazo-salt,  on  combination  with  a  further  molecule  of  sodium  naphthionate, 
yields  the  acid  of  which  Congo  red  is  the  sodium  salt 


06H,N:N.OioH; 


CeH^N :  N.CioH, 


NH2  (1 ) 
SOgNa  (4) 
NH2  (1) 
SOgNa  (4) 


The  entrance  of  the  second  molecule  of  the  second  component  takes  place, 
however,  slowly,  and  in  some  cases  it  is  necessary  to  allow  two  to  three  days  to 
elapse  before  combination  is  complete. 

If  the  above  intermediate  compound  is  combined  (in  alkaline  solution)  with, 
for  example,  1  mol.  of  Neville  and  Winther's  acid  (1  : 4-naphthol  sulphonic  acid), 
a  mixed  benzidine  dyestuff — Congo  Corinth — is  produced 


06H4N:N.Ci„K 


CeH^NiN.CioH, 


NH2  (1) 
•SO:^Na  (4) 
OH  (1) 
SOgNa  (4) 


A  variety  of  bases  used  in  the  preparation  of  the  substantive  cotton  dyes 
have  been  already  mentioned  on  pp.  58  et  seq.,  and  it  is  easy  to  understand  that 
these  bases,  both  in  mixed  and  simple  combination  with  the  large  number  of 
naphthol  and  naphthylamine  sulphonic  acids  available  for  the  purpose,  render 
the  number  of  the  azo-dyestuffs  substantive  to  cotton,  which  have  been  prepared 
and  which  are  in  daily  use,  very  considerable  indeed. 

The  following  list  gives  the  more  important  disazo-dyestuffs  derived  from 
the  p-diamines : — 

ysalicylic  acid. 
Cotton  yellow  G  .     Diamidodiphenylurea<^ 


Brilliant  Congo 


Diamine  fast  red  F 


Diamine  black  RO 


Chrysamine  G 


Benzopurpurine  4B 


salicylic  acid. 

y/?-naphthylamine  disulphonic  acid  R. 
Benzidine<^ 

^y8-naphthylamine  monosulphonic  acid  Br. 


Benzidine< 


/Salicylic  acid. 


Benzidine 


Benzidine< 


/r 


|/-amidonaphthol    sulphonic    acid    (in    acid 
solution). 

-amidonaphthol  sulphonic  acid. 


"Y-amidonaphthol  sulphonic  acid. 
/Salicylic  acid, 
^salicylic  acid. 


/naphthionic  acid. 
Tolidine< 


^naphthionic  acid. 


Benzopurpurine  B    . 


Rosazurine  B 


Azo  blue 


Benzoazurine  G 
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//3-naphthylamine  sulphonic  acid  Br. 
"^^-naphthylamine  sulphonic  acid  Br. 
/ethyl-y8-naphthylamine  sulphonic  acid  F. 


Tolidine< 


Tolidine 


\ 


Tolidine 


/ 


Benzo  fast  pink  2BL  [By] 

Diamine  brown  M  [C]       .     Benzidine 

Pyramine  orange  3G  [B]  .     Benzidine 


ethyl-)8-naphthylamine  sulphonic  acid  F, 
a-naphthol  sulphonic  acid  NW, 

^a-naphthol  sulphonic  acid  NW. 

ya-naphthol  sulphonic  acid  NW. 
Dianisidine<^ 

^a-naphthol  sulphonic  acid  NW. 

/I     mols.     amidonaphthol 
Di-p-amidodiphenylurea<^      sulphonic    acid    y    (in 
disulphonic  acid  ^     neutral   or    acid    solu- 

tion). 


Benzo  violet  R  [By] 


Diamine  black  BH  [C]      . 


Benzidine 


/Salicylic  acid. 

"•amidonaphthol  sulphonic  acid  y  (alka- 
line solution). 

/nitro-m-phenylenediamine. 

"^m-phenylenediamine  disulphonic  acid. 

/Neville  and  Winther's  acid. 

^a-naphthol-3  :  6-disulphonic  acid. 


Benzidine^' 


Benzopurpurine   lOB  [By]     Dianisidine< 


Chicago  blue  6B  [A] 
Carbazol  yellow  [B]  . 
Diamine  sky  blue 
Naphthylene  red 


Dianisidine< 


amidonaphthol  sulphonic  acid  y. 
amidonaphthol  disulphonic  acid  H. 
naphthionic  acid. 

naphthionic  acid. 

2    mols.    of   1  :  8-amidonaphthol-2  :  4- 

Misulphonic  acid. 

ysalicylic  acid 
Diamidocarbazol<^ 

^salicylic  acid. 

/amidonaphthol  disulphonic  acid  H. 

^amidonaphthol  disulphonic  acid  H. 
jhthionic  acid. 


Dianisidine< 


1:5-  diamidonaphthalene 


ynapr 


\ 


naphthionic  acid. 
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/^-napli  thylamine. 
Hessian  purple  N  .     Diamidostilbene  disulphonic  acid<^ 

^/^-naph  thylamine. 

yphenol. 
Chrysophenine     .         .     Diamidostilbene  disulphonic  acid<^ 

^phenetol. 
Sulphonazurine 

yphenyl-/3-naphthylamine. 
Benzidinesulphone  disulphonic  acid<^ 

^phenyl  -^-naphthylamine. 

ya-naphthol  sulphonic  acid  NW. 
St  Denis  red         .         .     Diamidoazoxytoluene<f 

^a-naphthol  sulphonic  acid  NW. 

Bismarck  hroion  is  derived  from  m-phenylenediamine  on  treatment  with 
nitrous  acid.  It  is  one  of  the  oldest  azo-dyestufFs,  having  been  discovered  in 
1864  by  Martins,  and  prepared  technically  by  Roberts,  Dale,  &  Co.  in  1866. 

It  is  formed  by  the  combination  of  2  mols.  of  m-phenylenediamine  with 
tetrazo-rn-phenylenediamine^  and  therefore  has  the  formula 

(3)  /NH2(1) 

/  -NIL,  (3) 

\(1)  /NH^a) 

^NHa  (3) 

It  is  a  basic  dyestuff,  dyeing  wool  a  red-brown  shade.  It  has  no  affinity  for 
the  cotton  fibre,  and  can  only  be  affixed  to  it  with  the  aid  of  tannin. 

Trisazo-dyestuffs. — These  dyestuffs  can  be  prepared  by  a  variety  of 
methods,  one  of  which  consists  in  so  arranging  that  one  of  the  second  components 
in  a  benzidine  colour  contains  a  diazotisable  amido-group.     Thus  : — 

Benzo  grey  [By]  is 

ysalicylic  acid. 
benzidine<^ 

^a-naphthylamine  +  a-naphthol  sulphonic  acid  NW. 

Diamine  bronze  G  [C]  is 

ySalicylic  acid. 
benzidine<^ 

^amidonaphthol  sulphonic  acid  H  +  m-phenylenediamine. 

Benzo  indigo  blue  [By]  is 

ydioxynaphthalene  sulphonic  acid  S. 
tolidine/^ 

^a-naphthylamine  -f  dioxynaphthalene  sulphonic  acid  S. 

Columbia  black  R  [A]  is 

/7n-toluylenediamine. 
tolidine<^' 

imidonaphthol  disulphonic  acid  y  4- ?/<-toluylenediamine. 
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Another  method  for  the  preparation  of  these  dyestuffs  consists  in  allowing  a 
diazo-salt  to  react  on  one  of  the  components  of  a  benzidine  dyestuff.     Thus  : — 

Diamine  green  B  [C]  is 

/Salicylic  acid, 
benzidines 


^\ 


amidonaphthol  disulphonic  acid  H. 


/ 
p-nitraniline-^ 

Congo  hrown  G  [A]  is 

ysalicylic  acid. 
benzidine<^ 

y^resorcinol. 
sulphanilic  acid^ 

Columbia  green  [A]  is 

^salicylic  acid, 
benzidine;^ 

yamidonaphthol  sulphonic  acid  1:8:4. 
sulphanilic  acid^ 

Other  dyestuffs  of  this  group  are  : — 

Benzo  olive  [By] 

/Salicylic  acid. 
Benzidine<^ 

^a-naphthylamine  +  amidonaphthol  disulphonic  acid  H. 

Benzo  black  blue  R  [By] 

/tt-naphthol  sulphonic  acid  NW. 
Tolidine/ 

^a-naphthylamine  +  a-naphthol  sulphonic  acid  NW. 

Benzo  black  blue  G  [By] 

ya  -  naphthylamine  +  a  -  naphthol    sul- 
Benzidine  disulphonic  acidv^      phonic  acid  NW. 

^a-naphthol  sulphonic  acid  NW. 
Benzo  black  blue  5G  [By] 

/a-naphthylamine  +  dioxy  naphthalene 
Benzidine  disulphonic  acid<^      sulphonic  acid  S. 

^dioxynaphthalene  sulphonic  acid  S. 
Congo  brown  R  [A] 

a-naphthylamine  sulphonic  acid  Lv 

^resorcinol. 
Tolidine/ 

^amidophenol    sulphonic    acid 
III. 

Alizarine  yellow  FB  [DH]  .     .  Magenta  +  salicylic  acid. 

Columbia  black  FB  [A] 

/tt-naphthylamine  sulphonic  acid  (Cleve). 
p-phenylenediamine<^ 

^amidonaphthol  sulphonic  acid  y  +  m-pheny- 
lene  diamine. 
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Tetrakisazo-dyestuffs. — For  the  most  part,  the  dyestuffs  of  this  group 
are  produced  directly  on  the  fibre  by  the  diazotisation  and  development  of 
material  dyed  with  some  substantive  cotton  dye  containing  two  diazotisable 
amido-groups. 

The  colours  produced  are  known  as  "Ingrain  colour,"  and  the  method  was 
first  introduced  by  Green,  who  applied  it  to  Primuline  (see  p.  153). 

There  are,  however,  a  few  dyestufis  of  this  group  which  are  introduced  into 
commerce  in  the  finished  state. 

They  may  be  divided  into  two  classes  : — 

(1)  Those  from  two  monamines  and  one  diamine,  of  which  two  typical 
examples  are — 

Benzo  hroicn  G  [By] 

Sulphanilic  acidv 

^?n-phenylenediamine 
w-phenylenediamine<^ 

^m-phenylenediamine 
Sulphanilic  acid^ 

prepared   from   Bismarck  brown   by   treatment  with   two   molecules   of  diazo- 
sulphanilic  acid ;  and 

Hessian  brown  BB  [L] 

Sulphanilic  acidv 

^resorcinol. 
Benzidine<^ 

^resorcinol. 
Sulphanilic  acid-^^ 

(2)  Those  from  two  diamines,  of  which  two  examples  are — 

Mekong  yellotc  G  [DH] 

/Salicylic  acid. 
Benzidine<^ 

^dioxydiphenylmethane." 
Benzidine<^ 

^salicylic  acid. 

and  Azo  orange  R  [DH] 

yuaphthionic  acid. 
Tolidine/ 

^dioxydiphenylmethane. 
Tolidine/ 

^naphthionic  acid. 

Both  these  dyestuffs  are  prepared  by  the  action  of  two  molecules  of  the  diazo 
intermediate  product  upon  one  molecule  of  dioxydiphenylmethane. 

Other  dyestuffs  of  this  group  are  : — 
Benzo  brown  B  [By]    .     .    2  mols.  naphthionic  acid  +  1  mol.  Bismarck  brown. 
Direct  brown  J  [J]      .     .  2  mols.  wi-aniidobenzoic  acid  +  1  mol.  Bismarck  brown. 
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Toluylene  brown  [By] 

Naphthionic  acidv 

^m-phenylenediamine. 
Toluylenediamine  sulphonic  acid<[^ 

^m-phenylenediamine. 
Naphthionic  acid^ 

Hessian  brown  MM  [L] 

Sulphanihc  acid\^ 

^resorcinol. 
Tolidine/ 

^resorcinol. 
Sulphanilic  acid^ 

Mekong  yellow  R  [DH] 

ynaphthionic  acid. 
Tolidine/ 

Ndioxydiphenylmethane. 
Tolidine/ 

^naphthionic  acid. 


CHAPTEK   XII. 


HYDRAZONES. 


The  close  relationship  between  the  hydrazones  and  the  azo-com pounds  has 
already  been  commented  upon. 

There  is,  however,  one  dyestuff,  I^artrazine,  which  from  its  method  of  prepara- 
tion should  belong  to  the  hydrazones,  but  which  later  researches  has  shown  to 
possess  a  different  constitution. 

Tartrazine  was  discovered  by  Ziegler  in  1884  {Ber.,  1887,  xx.  834),  who 
prepared  it  by  the  action  of  phenylhydrazine  sulphonic  acid  upon  sodium 
dioxytartrate. 

The  formula  of  dioxytartaric  acid  in  its  hydrated  condition  is  evidently 

COOH.C(OH)2.C(OH)2.COOH  ; 

but,  like  similar  compounds  containing  two  hydroxyl  groups  on  the  same  carbon 
atom,  it  reacts  as  the  diketone 

COOH.CO.CO.COOH. 

Ziegler  therefore  considered  the  formation  of  Tartrazine  to  take  place  in  the 
following  manner : — 


COOH 
I 
CO        HgN  -  NH.  CgH^SOgNa 

I      + 
CO        HjN    NH.  CfiH^SOsNa 

I     • 
COOH 


COOH 

I 
C  :  N  -  NH.  CgH^SOoNa 

I  +   2H,0 

C  :  N  -  NH.  CsH^SOgNa 

COOH 

Tartrazine. 


More  recent  researches  by  Anschiitz  {Ann.,  ccxciv.  219)  have  shown,  however, 
that  this  substance  is  only  an  intermediate  product  in  the  formation  of 
Tartrazine,  and  that  the  dyestutf  is  formed  by  the  elimination  of  one  molecule  of 
water  from  the  above  dihydrazone. 

Tartrazine  is  therefore  probably  a  pyrazolone  derivative,  its  formation  being 
represented  by  the  scheme 


COONa 

I 
C:N.N 


I 
S03NaCgH4.NH.N:C 

CO 


OH 


.C6H4S03Na 


-^SO,Na.C«H,.NH.N :  C 


COONa 

I 
C    :   N 

I 


CO.NCeHj.SO.Na 

Tartrazine. 


Although  many  dyestuffs  belonging  to  this  group  have  been  prepared  and 
patented,  Tartrazine  is  the  only  one  of  any  commercial  importance.  It  is  a 
handsome  yellow  wool  dye,  extremely  fast  to  light,  in  which  respect  few  other 
dyestuffs  are  superior  to  it. 
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AURAMINE. 

H.  Caro  and  A.  Kern  in  1883  (E.P.  551284)  prepared  a  dyestuff  by  fusing 
tetramethyldiamidobenzophenone  with  ammonium  chloride  and  zinc  chloride 
at  150-160°,  which  was  introduced  by  the  Badische  Aniline  and  Soda  Fabrik 
under  the  name  of  Auramine. 

Its  method  of  preparation  can  be  represented  by  the  following  equation : — 

CeH,N(CH3)2 

C0<  +     NH3        ->        C^=NH  +     H2O 

\CeH,N(CH3)3  \ 

\C6H,N(CH3)2 

tetramethyldiamidobenzophenone.  Auramine  base. 

At  the  present  day,  however,  this  dyestuff  is  prepared  by  a  method 
suggested  by  Sandmeyer  in  1889  (E.P.  12,549^^,  and  16,666®%  which  consists  in 
heating  tetramethyldiamidodiphenylmethane  with  sulphur,  ammonium  chloride, 
and  common  salt  in  a  current  of  ammonia  gas. 

In  this  reaction  the  thioketone 

^C6H,N(CH3)2 

\C6H,N(CH3)2 

is  formed  as  an  intermediate  product. 

Auramine  is  a  basic  wool  dyestuff  or  tannin  cotton  dye,  and  is  most  frequently 
met  with  as  its  hydrochloride.  It  is  exceptionally  fast  to  light,  but,  unfortu- 
nately, is  readily  hydrolysed  by  boiling  water.  Hence  in  its  use  care  must  be 
taken  not  to  allow  the  dye-bath  to  exceed  a  temperature  of  60-70°  C. 

It  is  in  its  properties  clasely  allied  to  the  compounds  of  the  triphenyl- 
methane  series  to  be  mentioned  later. 

Thus,  on  reduction,  it  is  converted  into  a  "  leuco  "  or  colourless  compound, 
which  is  retransformed  into  the  dyestuff  on  oxidation. 

The  constitution  of  the  Auramine  base  given  above  is  that  suggested  by 
Graebe.  Stock  {J.  prak.  Chem.,  xlvii.  401,  1893),  however,  considers  that  the 
qui  none  structure  represented  by  the  formula 

C— NH2 

XceH4=:N(CH3)2Cl 

best  represents  the  constitution  of  Auramine  hydrochloride. 
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He  bases  his  opinion  upon  the  presence  of  an  imino  -  group  in  phenyl- 
auramine  hydrochloride 

/C6H,N(CH3), 

\C6H4  =  N(CH3)2C1 

This  formula  represents  Auramine  hydrochloride  as  a  triphenylmethane 
derivative,  in  which  one  of  the  phenyl  groups  has  been  replaced  by  an  amido- 
group. 

Auramine   G    [B]   is  prepared   by   heating   sym-dimethyldiamido-di-o-tolyl- 
methane  with  sulphur  in  a  current  of  ammonia  gas. 
Its  constitution  is  represented  by  the  formula 

CH3 

\nhgh, 

C  —  NH2 

\  =  NHCH3C1 


CHAPTEK  XIV. 
TRIPHENYLMETHANE  DYESTUFFS. 

The  hydrocarbon  triphenylmethane 

H     ^CeHg 

is  the  basis  of  a  large  number  of  important  dyestuffs,  which  can  all  be  considered 
as  anhydro-derivatives  of  triphenylcarbinol. 

These  dyestuffs  are  the  salts  of  the  bases  or  acids  formed  by  the  entrance  of 
amido-  or  hydroxyl  groups  into  the  molecule  of  triphenylcarbinol,  which  salt- 
formation  always  takes  place  with  elimination  of  water.  One,  two,  or  three 
amido-  or  hydroxyl  groups  may  enter,  but  only  the  di-  and  tri-derivatives  are  of 
importance  as  dyestuffs. 

Furthermore,  it  is  necessary  that  these  groups  should  enter  into  different 
benzene  rings,  and  in  the  ji^ara-position  to  the  methane  carbon  atom. 

The   triphenylmethane   dyestuffs    will    therefore    be    considered    under    the 
following  heads : — 

(a)  Those  containing  two  amido-groups — The  Malachite  green  series, 

(b)  Those  containing  three  amido-groups — The  Rosaniline  series. 

(c)  Those  containing  three  hydroxyl  groups — The  Rosolic  acid  series. 

(a)  The  Malachite  Green  Series. 

The  older  members  of  this  group  are  green,  and  it  was  not  until  the  year 
1888  that  blue  members — the  Patent  blues — were  prepared. 

Malachite  green  usually  appears  in  commerce  as  the  zinc  chloride  double  salt 
of  the  formula 

^(C^C6H,N(CH3)2 

V  +     2ZnCl,     +     H^O 

j#         \      ^CeH,  =  N(CH3),Cl/ 

and  is  prepared  by  a  method  fully  described  on  p.  242.'  '*=' 

It  is  one  of  the  oldest  of  the  artificial  colouring  matters,  and  was  discovered 
by  0.  Fischer  in  1877  (Ber.,  1877,  x.  1624),  who  prepared  it  by  the  method 
used  for  its  commercial  production  at  the  present  day. 

Brilliant  green  is  the  corresponding  tetraethyl  derivative  of  the  formula 
(sulphate) 


Its  method  of  preparation  is  analogous  to  that  of  Malachite  green. 
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Victoria  green  3B  [By] 

O^CeH4N(CH3)2 
\06H4=N(CH3),C1 

is  interesting  as  showing  the  influence  on  the  colour  of  a  compound  of  this  series 
by  the  entrance  of  chlorine  atoms  into  the  unsubstituted  benzene  ring.  It  is 
prepared  from  dichlorbenzaldehyde  (CHO  :  CI :  CI  ->  1:2:5)  and  dimethyl- 
aniline,  with  subsequent  oxidation  of  the  leuco-base  formed. 

The  shade  of  green  of  this  dyestufF  is  very  much  bluer  than  that  of 
Malachite  green. 

Sulphonic  acids  of  the  Malachite  green  series.— The  production  of 

sulphonic  acids  from  members  of  the  triphenylmethane  series  will  be  more 
fully  discussed  under  the  head  of  the  sulphonic  acids  derived  from  dyestufFs  of 
the  Rosaniline  series,  since  these  are  of  more  importance  than  those  derived  by 
the  sulphonation  of  dyestuffs  of  the  Malachite  green  series. 

Helvetia  green,  which  is  the  sodium  salt  of  the  sulphonic  acid  prepared  by 
the  direct  sulphonation  of  Malachite  green,  is  no  longer  manufactured,  and  has 
been  replaced  by 

Acid  green  (GG)  [By],  or  Light  green  (SF  yellowish)  [B],  prepared  by  sul- 
phonating  the  condensation  product  of  benzaldehyde  with  benzylethylaniline, 
and  therefore  (as  sodium  salt)  possessing  the  constitution 

/GeH.SOsNa 

C^  aH4(C.,H5)CH.,C6H,SO  ,Na 
I 
OH   \c6H,(C2H5)CH2C6H4S03Na 

Another  interesting  dyestufF  of  this  series  is  : — 

Fast  green  [By],  which  is  prepared  by  first  condensing  w-nitrobenzal- 
dehyde  with  dimethylaniline  ;  then  reducing  the  nitro-group  to  the  amido-group  ; 
and  finally,  after  converting  the  amido-compound  into  its  dibenzyl  derivative, 
producing  the  disulphonic  acid  by  sulphonation. 

Its  formula  (sodium  salt)  ife  therefore 

(1)  (4) 

/C6H,N(CH3)2 
/  (4) 

OH  -  C^  C6H,N(CH3).3 
\  (3) 

\CeH,N(CH2C6H,S03Na)., 

Patent  blues. — In  1888  it  was  discovered  by  the  firm  of  Meister  Lucius  & 
Briining,  of  Hijchst  {Herrmann;  D.P.  46,384,  etc.),  that  by  the  condensation  of 
m-oxybenzaldehyde  with  symmetrically  or  unsymmetrically  alkylated  derivatives 
of  aniline,  leuco-compounds  were  produced,  which  could  be  converted  into 
valuable  greenish-blue  dyestufts  on  sulphonation  and  subsequent  oxidation. 

The  same  compounds  can  also  be  produced  by  starting  with  the  corresponding 
m-nitro-  or  ?/i-amido-derivative  of  benzaldehyde,  and  converting  the  nitro-  or 
amido-group  into  hydroxyl  by  the  usual  methods,  after  coudensation  with  the 
dialkylated  aniline. 
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A  typical  member  of  the  series  is  : — 

Patent   blue   V,  which,  according    to    Erdmann    (vim?.,   1897,  ccxciv.  376), 
possesses  the  constitution 


OH/  Y      ^C6H4  =  N(C2H5)2 

It  is  prepared  by  either  of  the  following  methods  : — 

(1)  Condensation   of  1  mol.  m-nitrobenzaldehyde  with    2    mols.  of   diethyl- 

aniline. 

Conversion  of  the  j/^amidotetraethyldiamidotriphenylmethane  thus  pro- 
duced into  the  corresponding  hydroxy-derivative  by  means  of  nitrous 
acid. 

Sulphonation. 

Conversion  into  the  calcium  (or  magnesium)  salt. 

Oxidation. 

(2)  Condensation  of  ?n-oxybenzaldehyde  with  diethylaniline. 
Sulphonation  of  the  ?n-oxytetraethyldiamidotriphenylmethane  thus  formed. 
Conversion  into  the  calcium  salt. 

Oxidation. 

It  is  an  important  wool  dye,  particularly  fast  to  light  and  alkali. 

Other  dyestuffs  of  this  group  are  : — 

Cyanol  (Weinberg,  1891)  or  Acid  blue  6G,  prepared  by  using  monoethyl- 
o-toluidine  instead  of  diethylaniline  in  either  of  the  above  methods  for  preparing 
Patent  blue  V. 

Patent  blue  A,  prepared  by  using  ethylbenzylaniline  instead  of  diethylaniline. 

Azo  green  belongs  both  to  the  azo-  and  triphenylmethane  dyestuffs,  and  is 
prepared  by  diazotising  w-amidotetramethyldiamidotriphenylmethane 

/C6H,N(CH3)2 

I   \CsH,N(CH3)., 
NH2  H 

and  combining  the  diazo-compound  thus  formed  with  salicylic  acid.     This  leuco- 
base  is  finally  oxidised. 

It  is  an  important  green  mordant  dyestuff. 

Other  dyestuffs  belonging  to  the  Malachite  green  series  are  : — 


Glacier  blue  [J] 


Guinea  green  B  [A] 


C6H3(CH3)NH.CH3 


O^CeHgOl^ 


^CeHaCOHj)  =  NHCH3CI 
/C6H,N(02H5)CH2C6H,S03Na 


HO-C^CeH, 

Cijanol  extra  [C] 

/C6H3(CH,)NH.C2H5 

•   HO  -  c(^    C6H2(OH)(S03Na)2 

\C6H3(CH3)NHC2H5 
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(b)  The  Rosaniline  Series. 

In  1859  Prof,  Verguiu,  of  Lyons,  made  the  discovery  that  a  red  dyestuff  is 
formed  when  aniline  is  oxidised  by  tin  chloride. 

This  product  he  named  Fuchsin,  and  introduced  its  commercial  manufacture 
in  conjunction  with  the  firm  of  E^nard  Brothers,  of  Lyons. 

The  production  of  this  important  dyestuff  led  to  the  investigation  of  the 
action  of  other  oxidising  agents  upon  aniline,  with  the  result  that  between  1859 
and  1861  a  large  number  of  patents  were  taken  out  for  the  production  of 
Fuchsin  from  aniline  by  the  aid  of  various  oxidising  agents. 

Chief  amongst  these  are  : — 


Broomann 

Medlock 

Nicholson 

Gerard 

de  Laire 

Lauth 

Laurent 

Castelhaus 

Coupier 


mercuric  chloride. 


arsenic  ucid. 


■  nitrobenzene. 


At  the  same  time  numerous  chemists  were  engaged  elucidating  the  con- 
stitution of  Fuchsin  (Magenta),^  and  also  its  method  of  formation,  amongst  these 
being  A.  W.  Hofmann,  0.  and  E.  Fischer,  Rosenstiehl,  Dobner,  Caro,  Dale, 
Schorlemmer,  and  others. 

The  first  important  scientific  research  on  the  subject  was  that  published  by  A.  W. 
Hofmann  in  1862  (/.  pr.  Chem.,  1862,  Ixxxvii.  226),  who  found  this  substance  to 
be  the  salt  of  a  base  named  by  him  rosaniline,  which,  on  reduction,  was  converted 
into  a  base — leucaniline — characterised  by  forming  colourless  salts  with  acids. 

The  successful  elucidation  of  the  constitution  of  Magenta  is  due  to  Otto  and 
Emil  Fischer  (Ber.,  1880,  xiii.  2204),  who  found  that  leucaniline  is  a  primary 
triamine,  which,  on  treatment  with  nitrous  acid  and  boiling  with  absolute 
alcohol,  is  converted  into  triphenylmethane. 

They  further  found  that  this  hydrocarbon,  on  treatment  with  fuming  nitric 
acid,  is  converted  into  a  trinitro-derivative,  which  is  reducible  to  leucaniline. 

Thus  :— 

/CeH.NO, 


,/ 


+     3HN0, 


H     ^CeH, 
(triphenylmethane). 

CoH.NO., 


l\ 
H 


reduction 


Also 


CJ^CeH.NO., 

.     H    ^CeH.NO^ 
(trinitro-derivative). 

C^CeH^NItj 

H    \O0H4NH2 
(leucaniline). 


/CeH^NH, 
O^CfiH^NH, 
H    \OeH4NH2 


and  alcohol 


CeHs 


'  Magenta,   the  EnT;lish  name  for  this  dyestuff,   is  used  in   tliis  work. 
German  name. 


Fuchsin   is  the 
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Consequently,  leucaniline  is  a  triamidotriphenylmethane,  and  the  rosaniline 
base  obtained  from  it,  on  oxidation,  is  a  triaraidotriphenylcarbinol 

H    ^CgH.Na,  OH   \CsH4NH2 

(leucaniline).  (rosaniline  base). 

The  determination  of  the  positions  of  the  amido-groups  in  the  three  phenyl 
rests  was  carried  out  in  the  following  way : — 

When  benzaldehyde  is  condensed  with  aniline  in  the  presence  of  zinc 
chloride,  diamidotriphenylmethane  is  produced 

/0«H, 


H. 
CeHgCHO     + 

H. 


-^         C( — CfiH.inL, 
H     \CoH,NH2 


In  the   same  way  ^-amidobenzaldehyde  condenses  with  aniline    to   form   a 

triamidotriphenylmethane  (leucaniline),  in  which    the   position   of   one    amido- 

group   in  reference   to  the  methane  carbon  atom  follows  from  the   method  of 

formation 

(4) 
/CeH.NH, 

(1)/ 


(4)      . 
/NHL,   ; 

\CHiO 

(1)= 

H. 

+ 
H. 

CeH^NHo 

H     \CsH4NH2 
(leucaniline).    . 

This  amido-group  is  not  either  of  those  contained  in  the  diamidotriphenyl- 
methane mentioned  above,  and  it  is  therefore  only  necessary  to  determine  the 
positions  of  the  two  amido-groups  in  this  substance  in  order  to  elucidate  the 
constitution  of  leucaniline. 

This  was  done  in  the  following  way : — 

Diamidotriphenylmethane,  on  treatment  with  nitrous  acid  and  boiling  with 
water,  is  converted  into  dihydroxytriphenylmethane 

/CaHj                                                       //CgHg 
_/      _  .„  ^._„  nitrous  acid  and  ^  /     ^  .,^  ^ 

C( C6H4NH,  r— : — -»  C( C6H4OH 

I  \        "     *         ^         boiling  with  water  1  \        ^     * 

H    \C6H4NH2  H     \CeH4OH 

(dihydroxytriphenylmethane) 

which,  on  fusing  with  caustic  potash,  is  converted  into  dipara-dioxybenzophenone 
according  to  the  equation 


.CeH40H 

'\         Vfij-..4WJ-.. -r  V     -^    ■wJ<' 
\  N36H4OH 


y     r,TTr»TT,r»    _   C0<  +    aH„ 


H      \C6H4OH 

This  substance  had  previously  been  prepared  by  Dobner  (Ber,,  1879,  xii.  1466), 
and  in  it  the  para-position  of  the  two  hydroxyl  groups  to  the  ketone  group  had 
been  clearly  established. 
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It  therefore  follows  that  the  two  amido-groups  in  the  diamidotriphenyl- 
methane  are  in  the  para-positions  to  the  methane  carbon  atom,  and  hence 
that  the  three  amido-groups  contained  in  leucaniline  are  also  in  the  para- 
position. 

The  formulae,  therefore,  of  leucaniline  and  the  rosaniline  base  are 

c(-<->NH,  c(-OnH. 

H  \(^yjm,  OH  \(^yjm^ 

(leucaniline).  (rosaniline  base). 

Shortly  after  the  discovery  of  Magenta,  Hofmann  {Ann.,  1864,  cxixii.  296) 
showed  that  pure  aniline  did  not  give  this  dyestufF  on  oxidation,  but  that  the 
presence  of  ^-toluidine  is  necessary  for  its  formation.  This  is  explained  on  the 
assumption  that  the  oxidising  agent  first  acts  on  the  methyl  group  of  the 
2:'-toluidine,  converting  it  into  the  aldehyde  group,  which  then  condenses  with 
2  mols.  of  aniline  to  form  the  base  of  the  dyestuff.     Thus  : — 

(4)  (4) 

(1)     /O6H4NH2  (1)/C«H4NH2 

(1)  CH/  +0^        ->         OC  +  HoO 

I  ^o 

(^^-toluidine)  H 

(4)     : /C6H4NH2 

(l)/CoH,NHo;    H.:C6H4NH2  / 

(2)  C<^: ".:+      ;  ^     C^CgH^NBL,  +  K,0 

1^:0  HiCeH^NH^  l\ 

H    • H     \OfiH4NH2 

(rosaniline  base). 

In  actual  practice  an  equimolecular  mixture  of  aniline  para-  and  ortho- 
toluidine  are  always  used  for  the  production  of  Magenta ;  consequently  there  is 
always  present  a  second  rosaniline  formed  according  to  the  equation 

(4) 
/CeH^NH,:  HiCeH^NH,  (1)/^'^'^ 

C^iO  +  /CH3   (1)    -»     C^CJLNH.,  -1-  HoO 

H  ^NH, 

(homorosaniline  Mfe) 

The  name  homorosaniline  was  given  in  order  to  distinguish  it  from  the  other, 
which  had  been  called  para-rosaniline. 

The  latter  name  did  not,  however,  refer  in  any  way  to  the  positions  of  the 
amido-groups,  since  at  the  time  the  name  was  given  these  positions  were 
unknown. 

Laws  regrulating-  the  formation  of  dyestuffs  of  the  Rosaniline 

series. — From  the  foregoing  elucidation  of  the  constitution  of  the  rosaniline 
base,  it  is'  evident  that  in  order  that  bases  may  be  used  in  their  pi'eparation 
they  must  conform  to  certain  well-defined  conditions. 

Thus,  in  the  first  place,  one  of  ihe   bases  must  contain  a  para-methyl  group, 
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otherwise  the  requisite  para-methane  carbon  atom  cannot  be  furnished  by 
oxidation. 

Consequently  neither  ortho-  nor  meta-toluidine,  either  alone  or  in  conjunction 
with  aniline,  can  yield  rosanilines  on  oxidation. 

Again,  it  is  evident  that  two  molecules  of  the  bases  used  must  have  their 
para-positions  free,  since  it  is  at  this  point  that  union  with  the  methane  carbon 
atom  takes  place. 

Thus  para-toluidine  when  oxidised  alone  cannot  yield  rosaniline  dyestuffs. 

Rosenstiehl  and  Gerber  divide  the  homologues  of  aniline  into  the  three 
following  classes  : — 

(1)  The  para-derivatives,  which  yield  rosanilines  when  oxidised  together  with 

two  molecules  of  the  bases  of  class  (2)  or  of  aniline,  but  not  by  them- 
selves. 

(2)  The   ortho-derivatives,  which  yield   rosanilines  when  oxidised    with    the 

bases  of  class  (1),  but  not  when  oxidised  alone  or  with  aniline. 

(3)  The  meta-derivatives,  which  under  no  circumstances  yield  rosanilines  on 

oxidation. 

That  rosanilines  containing  methyl  groups  in  the  meta-position  to  the  amido- 
group  are  capable  of  existence  has  been  demonstrated  by  E.  Noelting,  who  has 
prepared  a  leuco-base  of  the  formula 

C^\X    )>N(CH3).; 

which  gives  blue  rosaniline  dyestufis  on  oxidation.  They  are,  however,  pre- 
pared by  indirect  methods. 

Xoelting  has  also  shown  that  it  is  possible  to  prepare  rosaniline  dyestuffs  in 
which  one  of  the  amido-groups  is  in  the  ortho-  or  meta-positions  to  the  methane 
carbon  atom. 

Thus  the  leuco-bases 


^[o»^o=  „„,    My'^']' 


c/    _  and  c/ 


yield  rosaniline  dySgtuffs  on  oxidation. 

If,  howeveri^iijps  than  two  of  the  amido-groups  are  in  the  para-positions,  then 
no  rosaniline  dyeituflfs  are  formed  from  the  leuco-bases  on  oxidation. 

Formation  of  the  dyestuff  from  the  dye-base.    Constitution  of 

the  Rosaniline  dyes. — As  already  mentioned,  the  formation  of  the  dyestuff 
from  the  dye-base  is  brought  about  by  the  action  of  dilute  acids. 

On  treating  the  carbinol  base  with  hydrochloric  acid,  one  molecule  of  water 
is  eliminated  and  a  monochloride  is  formed  ;  by  the  further  action  of  hydro- 
chloric acid  a  di-  and  a  trichloride  are  formed,  but  these  are  produced  without 
the  elimination  of  water  and  must  be  considered  as  true  salts  caused  by  the 
passage  of  trivalent  into  pentavalent  nitrogen. 

Furthermore,  the  monochloride  only  is  the  true  dyestuff,  the  further  action 
of  acid  gradually  destroying  the  colour. 
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It  is  probable  that,  in  the  transformation  of  dye-base  into  the  dye-salt,  a  change 
of  constitution  takes  place,  and  that  the  triphenyluiethane  structure  of  the  base 
passes  into  the  quinone  structure  of  the  salt  (^Nietzki). 

Thus  :— 

C^06H4NH2  +     ^^  C^06H4NHo  +  H^O 

OH  \06H4NH2  \C6H4  =  NH.HC1 

(dye-base).  (quinone  salt). 

The  existence  of  a  quinone  structuro  in  dyestuffs  of  this  series  has  received 
support  by  the  discovery  of  v.  Georgievics  in  the  case  of  Magenta,  and  of  Homolka 
in  the  case  of  New  fuchsin  of  a  second  rosaniline  base,  which  is  coloured,  and 
which  in  all  probability  is  the  ammonium  base  corresponding  to  the  quinone 
salt  given  above. 

^/C6H4NH2  /C6H4NH2 

C^^C6H4NH2  -»  C^  C6H4NH2 


\C6H,=NH2C1  ^C6H4  =  NH,OH 

(rosaniline  chloride  (Magenta) ).     (rosaniline  ammonium  base). 

The  existence  of  this  second  rosaniline  base  was  shown  by  electrical  con- 
ductivity experiments  (Hantzsch  and  G.  Osswald,  Ber.,  1900,  xxxiii.  303),  and 
it  was  found  to  be  coloured  and  dissociated  by  potash,  and  therefore  to  behave 
as  a  true  ammonium  base. 

The  carbinol  base,  as  already  mentioned,  is  colourless,  and  is  not  dissociated 
to  any  appreciable  extent. 

The  carbinol  base  of  Magenta  is  therefore  incapable  of  direct  conversion 
into  salts. 

According  to  Hantzsch,  it  is  a  "pseudo-base,"  and,  when  transformed  into 
the  dye-salt,  first  undergoes  conversion  into  the  ammonium  base,  called  by 
him  the  "rosaniline  base." 


/CeH4NH, 

/C«H4NH, 

/CfiH4NH, 

C^C6H4NH, 

H     \C6H4NH2 
(leuco-base) 
(colourless). 

oxidation 

> 

C^CeH4NH,      - 

OH  \C6H4NH2 
(pseudo-base) 
(colourless). 

/CeH4NH2 

>      0^CcH4NH, 

\CeH4  =  NH20H 

(rosaniline  base) 
(coloured). 

-> 

C^     C6H4NH, 

^CeH4  =  NH,Cl  ^0 

(rosaniline  salt  (dyestuif) ).     ^^^9r 

According  to  Hantzsch  and  Osswald,  the  other  coloured  bases  of  this  series 
behave  in  a  similar  way.  the  general  formula  of  these  ammonium  bases 
being 

^C6H4  =  NB,.OH 

where  R  =  hydrogen  or  any  monovalent  hydrocarbon  radical. 
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Another  view  concerning  the  constitution  of  rosaniline  chloride  is  that 
advanced  by  Rosenstiehl,  according  to  which  rosanihne  is  a  tertiary  alcohol  and 
its  chloride  the  chlorine  ester  thereof. 

OH  ^CgH.NH.,  CI     \CeH4NH2 

(rosaniline  base).  (rosaniline  chloride). 

Apart,  however,  from  any  question  concerning  the  salt-like  character  of 
rosaniline  chloride,  this  view  is  rendered  improbable  by  the  very  difl'erent 
properties  exhibited  by  a  cyanide  of  this  formula  prepared  by  E.  Fischer  and 
W,  L.  Jennings  {Ber.,  1893,  xxvi.  2221). 

This  substance,  which  undoubtedly  has  the  constitution 

C:^— C6H4NH2 

ON  \CeH4NH2 

is  colourless,  insoluble  in  water,  and  unacted  upon  by  cold  alkalies. 

It  is  interesting  to  note  that  Otto  Fischer  has  found  that  /)-araidobenzyl 
alcohol 

0H.CH,.CeH4.NHo 

behaves  very  similarly  to  rosaniline  on  conversion  into  its  hydrochloride. 

Thus  when  treated  with  hydrochloric  acid  the  normal  colourless  hydrochloride 
is  formed 

OH.  CH2.  CgH^NH..  HCl 

If  this  is  heated  at  100°  C,  water  is  eliminated,  and  a  coloured  chloride  is 
produced,  which  possesses  the  property  of  dyeing  silk  yellow  from  an  alcoholic 
solution. 

On  dissolving  in  water  the  coloured  chloride  again  becomes  colourless, 
owing  to  its  reconversion  into  the  normal  hydrochloride. 

Methods    of    formation. — The   following   methods   are   in    use   for   the 

preparation  of  members  of  the  Rosaniline  series. 

(1)  By  t?ie  oxidaiion  of  p-amines  together  with  such  bases  as  are  capable  of 
yielding  rosanilines  (see  p.  85). 

/C6H4NH2 
/NHo  / 

OeHZ  +     2C6H5N'H.  +  03       -»      C(      CeH^NHa     +     2H,0 

^CH3  "  I  \. 

OH    \C6H4NH2 

(p-toluidine).  (aniline).  (rosaniline  base). 

Arsenic  acid  and  nitrobenzene  are  the  oxidising  agents  most  usually  employed. 

The  latter  has  now,  however,  practically  superseded  the  former,^  since,  in 
consequence  of  the  impossibility  of  freeing  the  finished  dyestufF  from  the  last 
traces  of  arsenic,  the  product  formed  by  the  former  agent  frequently  possessed 
poisonous  properties. 

The  process  is  more  fully  described  on  p.  244. 

^  For  the  production  of  large  crystals  for  export  this  method  is  still  employed. 
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In  the  production  of  Magenta,  the  yellow  dyestufF  Chrysaniline  occurs  as 
a  bye-product ;  this  is  evidently  formed  by  the  occurrence  of  a  partially  ortho- 
condensation,  giving  rise  to  the  substance 


/ 


/ 


>NH., 


>NH, 


NH., 


which,  on  further  oxidation,  is  converted  into  Chrysaniline. 


NH., 


NH2 


N 


.NIL, 


I        I 

\y 

Chrysaniline  is,  therefore,  a  diamidophenylacridine. 

(2)  The  New  fuchsin  process  [M]. — Formaldehyde  is  condensed  with  aniline 
to  form  anhydroformaldehydeaniline 

CH2 :  O  +  H2  j  NCeHj  ->  CH2  :  NCfiH^  +  ILjO 

(formaldehyde).      (aniline).      (anhydroformaldehyde- 
aniline). 

On  heating  this  substance  with  aniline  and  aniline  hydrochloride  it  is  converted 
by  molecular  rearrangement  into  diamidotriphenylmethane 

CH,:  NCgHs  +  CeH^NH,  -»  CH^={C,U,NS.,), 

This  latter  substance  is  readily  converted  into  Magenta  on  heating  with 
aniline  hydrochloride  in  the  presence  of  an  oxidising  agent ;  and  the  process  is 
capable  of  wide  application,  since  many  bases  other  than  aniline  can  be  used, 
giving  rise  to  other  dyestuflf's  of  this  series. 

(3)  Phosgene  process  [B]. — When  phosgene  gas,  COClg,  is  allowed  to  react 
on  dimethylaniline  in  the  presence  of  zinc  chloride,  tetramethyldiamidobenzo- 
phenone  is  formed 


CO 

(phosgene) 


C,,H,.N(CH3), 


H:CeH,.N(CH3), 
Clo  +       ;  -»  C0<  +  2HC1 

H:C6H,N(CH,),  XH,N(CH3)2 


(dimethylaniline). 


( tetraraethy  Idiamido- 
beuzophenone). 


This  ketone,  on   treatment  with  phosphorus  oxychloride,  is  converted  into 
the  dichloride 

,C«H,N(CH3), 

ccl/ 

\C„H,N(CH,), 
which  condenses  with  many  bases,  forming  derivatives  of  rosaniline. 
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(4)  By  condensing  tetra-alkylated  diamidobenzhydrol 

.C„H,N(CH3), 
CHOH< 

^CgH^NCCH.), 

prepared  by  the  oxidation  of  tetramethyldiamidotriphenylmethane,  with  bases 
and  phenols  [By]. 

General  description  of  the  dyestuffs  of  the  Rosaniline  series.— 

The  Rosaniline  dyestuffs,  except  in  the  form  of  their  sulphonic  acid  (to  be 
described  later),  are  basic  dyestuffs,  dyeing  wool  and  silk  direct,  but  requiring 
the  aid  of  tannin  to  affix  themselves  on  the  cotton  fibre. 

Magenta  (Fuchsin,  etc.)  occurs  commercially  as  the  chloride  (more  rarely 
as  the  acetate)  of  para-  and  homorosaniline. 

The  mixture  of  bases,  aniline,  0-  and  2^-toluidine,  used  in  its  formation  is 
known  technically  as  "  Aniline  oil  for  red." 

The  purest  form  of  Magenta  is  known  as  Diatnond  magenta,  and  finds, 
application  rather  as  a  basis  for  the  preparation  of  other  dyestuffs  of  the  series 
than  for  use  as  a  dyestuff  itself. 

New  fuchsin  [M]  is  tritolylrosaniiine  chloride 

(3)         (4) 
/C6H3(CH3)-NH2 
/  (3)         (4) 

\  (3)         (4) 

^^CeH3(CH3)  =  NlIoCl 

and  is  produced  from  o-toluidine  by  the  New  fuchsin  process  (see  above). 

If  the  hydrogens  of  the  amido-group  in  Magenta  are  replaced  by  alkyl  groups, 
violet  dyestuffs  are  formed,  which  approximate  more  closely  to  the  blue  or  red, 
according  as  the  number  of  alkyl  groups  is  greater  or  less. 

The  methyl  violets  are  a  number  of  dyestuffs  belonging  to  this  series  in 
which  the  letters  R,  2R,  3R,  B,  2B,  3B,  etc.,  are  affixed  in  order  to  denote  the  red 
or  blue  shade  of  the  dyestuff. 

The  most  usual  method  adopted  in  their  preparation  is  to  oxidise  dimethyl- 
aniline  with  cupric  chloride  in  the  presence  of  phenol.  The  course  of  this 
reaction  is  as  follows  : — 

A  methyl  group  of  the  dimethylaniline  is  oxidised  to  formaldehyde,  which 
condenses  with  the  resulting  methylaniline  and  two  molecules  of  the  unaltered 
dimethylaniline  to  form  pentamethylrosaniline. 

The  bluest  methyl  violet,  methyl  violet  (6B),  that  can  be  prepared  by  this 
method  is  made  by  treating  pentamethylrosaniline  with  benzyl  chloride,  thus 
converting  it  into  the  benzyl  derivative. 

It  therefore  has  the  constitution 

/CeH,N(CH3)2 

Hexamethylrosaniline  chloride  is  known  as  Crystal  violet 

/CeH,N(CH3), 
C^    C6H,N(CH3)2 
\C6H4=N(CH3),C1 
and  is  prepared  by  the  phosgene  method. 
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Hofmann's  violet  was  the  first  violet  dyestuff  of  this  series  prepared,  and  is 
now  merely  of  historical  interest.     It  is  triethylrosaniline  iodide 

C6H4NHC2H5 
06H4=NHC2HgI 

By  the  addition  of  alkyl  iodides  and  chlorides  to  the  violet  rosaniline  dye- 
stuffs,  there  are  formed  a  series  of  green  dyestuflfs,  which  are  addition  products 
of  the  alkylated  rosaniline  salt  and  the  alkyl  halogen  compound. 

They  have  for  the  most  part  been  replaced  by  other  green  dyestuffs,  since, 
being  quaternary  salts,  they  are  split  up  at  a  comparatively  low  temperature 
into  the  alkyl  halogen  compound  and  the  violet  dyestuff  from  which  they 
were  derived. 

Iodine  green  is  prepared  by  treating  methyl  violet  with  methyl  iodide. 
Its  formula  is 

C^-  C6H4N(CH3)2  +       CH3I 

\c„H,  =  N(CH3),I 

At  one  time  this  dyestuff  was  very  largely  used,  but  was  soon  replaced  by 
the  corresponding  Methyl  green 

C^     CeH.NCCH)^  +     CH3CI 

'\C6H4  =  N(CH3),C1 

prepared  in  a  similar  way  from  methyl  violet  and  methyl  chloride. 

This  dyestuff  is  still,  to  some  extent,  used  for  the  dyeing  of  cotton  on  a 
tannin  mordant,  for  which  purpose  it  is  better  suited  than  Malachite  green, 
which  has,  however,  completely  replaced  it  as  a  wool  dye. 

Phenyl  and  tolyl  derivatives  of  rosaniline.— On  heating  rosaniline 

with  aniline  or  toluidine  in  the  presence  of  acetic  or  benzoic  acid,  there  are 
formed,  in  the  first  instance,  violet  dyestuffs  which  consist  of  mono-  and 
diphenyl  (or  tolyl)  rosanilines;  these,  by  the  further  action  of  aniline  or 
toluidine,  pass  into  the  blue  dyestuffs  known  as  the  Rosaniline  blues. 

The  compound  formed  from  aniline  and  rosaniline  therefore  has  the  formula 
(hydrochloride)  ^ 

C^     CsH^NHCeH-, 

CeH^^NHCsHsCl 

and  was  discovered  by  Girard  and  de  Laire  in  1861,  the  first  product,  which 
was  insufficiently  phenylated,  and  therefore  of  a  violet  shade,  being  sold  under 
the  name  of  Lyons  blue. 

The  aniline  used  in  the  product  of  this  Rosaniline  blue  must  be  quite  pure ; 
technically  it  is  known  as  "  Aniline  oil  for  blue." 

The  introduction  of  three  phenyl  groups  into  the  rosaniline  molecule,  one 
attached  to  each  nitrogen  of  the  three  amido-groups,  represents  the  extent  to 
which  rosaniline  can  be  phenylated.     It  is  apparently  impossible  to  introduce 
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two  phenyl  groups  on  to  the  same  nitrogen  atom.  The  dyestufFs  prepared  in 
this  way  are  insohible  in  water,  but  readily  become  soluble  on  treatment  with 
sulphuric  acid  (see  Alkali  blue,  etc.) ;  they  are  therefore  of  little  importance  by 
themselves,  but  serve  for  the  production  of  their  important  sulphonic  acids. 

Diphenylamiue  blue,  which  is  isomeric,  but  not  identical,  with  Rosaniline 
blue,  was  prepared  in  1866  by  Girard  and  de  Laire,  by  heating  diphenylamine 
with  oxalic  acid,  and  for  a  considerable  time  competed  successfully  with 
Rosaniline  blue. 

A  number  of  important  dyestufFs  of  this  group  are  manufactured  by  the 
Badische  Aniline  and  Soda  Fabrik  from  the  tetraalkyldiamidobenzophenones. 

Thus  Victoria  blue  B  is  prepared  by  condensing  tetramethyldiamidobenzo- 
phenone  with  phenyl-a-naphthylamine,  and  therefore  has  the  constitution 

/C6H,N(CH3)2 

\CioH6  =  NHC6H5Cl 

Other  dyestufFs  prepared  from  this  ketone  are  : — 

Victoria  blue  4R,  with  methylphenyl-a-naphthylamine,  and 
Victmia  blue  R,  with  ethyl-a-naphthylamine. 

Night  blus  is  prepared  from  tetraethyldiamidobenzophenone  and  p-tolyl- 
a-naphthylamine.  It  possesses  the  curious  property  of  forming  insoluble  com- 
pounds with  certain  dyestufFs — such  as,  for  example,  Picric  acid  and  Naphthol 
yellow  S — which  causes  it  to  be  used  in  the  quantitative  estimation  of  these 
compounds  (see  p.  308). 

Another  interesting  series  of  colouring  matters  which  belong  to  the 
triphenylmethane  series  are  the  Chrome  colours  of  Fr.  Bayer  &  Co.  They 
are  made  by  condensing  tetraalkyldiamidobenzhydroles  with  certain  aromatic 
acids  —  such  as  benzoic  acid,  salicylic  acid,  oxynaphthoic  acid,  etc. — in  the 
presence  of  sulphuric  acid,  and  subsequently  oxidising  the  product. 

An  example  is  : — 

Chrome  blue,  made  by  condensing  tetramethyldiamidobenzhydrol  with  a-oxy- 
naphthoic  acid,  followed  by  oxidation.     Its  constitution  is 

/C6H,:N(CH3),C1 


^COOH 

It  is  a  mordant  dyestuff,  forming  green  lakes  with  chromium  salts. 

Other  dyestuffs  of  this  nature,  prepared  in  the  same  way  from  tetramethyl- 
diamidobenzhydrol, are : — 

Chrome  violet  with  salicylic  acid,  and 
Chrome  green  with  benzoic  acid. 

Sulphonic  acids  of  the  Rosaniline  dyestuffs.— It  was  discovered  by 

Nicholson,  in  1862,  that  the  insoluble  triphenylrosaniline  chloride  (Rosaniline 
blue),  when  treated  with  concentrated  sulphuric  acid,  was  converted  into  a 
sulphonic  acid,  the  sodium  salt  of  which  was  soluble  in  water  and  could  be 
used  as  an  acid  dyestufF  for  the  dyeing  of  wool. 

This  important  discovery  led  to  the  preparation  of  a  large  number  of  other 
acid  dyestuffs,  by  the  sulphonation  of  members  of  the  Rosaniline  series,  which 
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are  far  better  adapted  for  the  dyeing  of  wool  than  the  basic  dyestufFs  from  which 
they  are  derived.  The  Nicholson  method  of  sulphonating  dyestuffs  is  of  great 
practical  importance,  and  can  be  applied  to  most  classes  of  dyes. 

The  sulphonic  acid  groups  can  be  introduced  either  by  (a)  sulphonating  the 
dyestulT,  {b)  sulphonating  the  leuco-base,  or  (c)  using  substances  already  con- 
taining sulphonic  acid  groups  in  the  preparation  of  the  dyestuff. 

Acid  magenta  (Fuchsin  S)  is  usually  the  acid  sodium  salt  of  a  mixture  of 
the  mono-  and  disulphonic  acid  obtained  by  the  sulphonation  of  Magenta. 

Acid  violets. — A  number  of  dyestuffs  of  this  name,  distinguished  by  the 
addition  of  various  letters,  are  met  with  in  commerce. 

They  are  for  the  most  part  sodium  salts  of  the  various  sulphonic  acids, 
obtained  by  the  sulphonation  of  the  Methyl  violets  (see  p.  89). 

Acid  violet  6  BN  [B]  is  a  phosgene  colour,  and  is  prepared  by  sulphonating 
the  condensation  product  of  tetramethyldiamidobenzophenone  with  ?n-ethoxy- 
phenyl-p-tolylamine, 

>NH.C6H4CH3 


<: 


CaHg 

The  following  dyestuffs  are  formed  by  the  sulphonation  of  Rosaniline  blue  : — 

Nicholson  blue  or  Alkali  blue  is  the  sodium  salt  of  the  monosulphonic  acid  of 
Rosaniline  blue. 

It  is  largely  used  as  an  acid  wool  dye.  Its  method  of  application  is,  however, 
peculiar. 

The  wool  is  first  boiled  in  a  solution  of  the  dyestuff  made  alkaline  with  borax, 
when  the  dye  is  affixed  to  it  in  the  form  of  an  almost  colourless  derivative. 

The  colour  is  developed  on  treatment  with  dilute  sulphuric  acid. 

Water  blue,  Cotton  blue,  Navy  blue.  Soluble  blue,  etc.,  are  names  given  to 
a  number  of  blue  acid  dyestuffs  which  are  for  the  most  part  mixtures 
of  the  ammonium  (or  sodium  salts)  of  the  di-  and  trisulphonic  acids  of 
Rosaniline  blue. 

It  is  worthy  of  remark  that  these  sulphonic  acids  are  to  some  extent  capable 
of  forming  lakes  with  tannin,  and  hence  can  be  used  as  cotton  dyes  on  a  tannin 
mordant. 

Other  dyestuffs  of  the  Rosaniline  series  not  mentioned  above  are  : — 

Ethyl  violet  [B] 

/CeH,N(0^5)2 

C^CeH4N(0.,Hg)2 


Red  violet  5RS  [B],  mostly 


CHH3(NH.,)S0,Na 

CeH,(NHC,H5)S0, 

C,iH.,(CH3)(NH.,)S03Na 


HO  -  C^CeH.,(NHC,H5)S0,Na 


Red  violet  4RS  [B] 


/CoH,(NHCH,)S03Na 
HO  -  C^  CfiH  ,(NHCH.,)SO,,Na 

\06Ho(CH3)(NH2)S03Na 
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Fast  acid  violet  lOB  [By] 

HO-C^C6H,N(CH3).3 

^Cell.CSOjNa).  N(C2H5)CH,C6H4S03Na 


Alkali  violet  [B] 


Hochst  new  blue 


HO-C^C6H,N(CoHg)2 


^C6H4N(CH3)C6H4S03Na 


/C6H4N(CH3)C6H4S03Na 
CeH,N(CH3)C6H,S03Na 
C6H4N(CH3)C6H,S03Na 


HO  -  C^  C6H,N(CH3)C6H4S03Na 


(c)  The  Rosolic  Acid  Dyestuflfs. 

Eosolic  acid  belongs  to  the  oldest  of  the  artificial  dyestuffs,  having  been 
prepared  by  Runge  in  1834. 

In  1861  Kolbe  and  Schmidt,  and  Jul.  Persoz  independently,  discovered  that  it 
could  be  prepared  by  heating  together  phenol  and  oxalic  acid  with  sulphuric  acid. 

The  constitution  of  Aurine  follows  from  the  fact  that  its  leuco-compound  can  be 
prepared  from  leucaniline  by  treating  it  with  nitrous  acid  and  boiling  with  water 

/C6H4NH.,  /C6H4OH 

/  "  HNO2  X 

C^CeH4NI£,  ^-^i^-^-         C^CeH40H 

I       \  with  water.  |       \ 

H     \C«H4NH2  H      XJ6H4OH 

(leucaniline).  (leucaurine). 

And  also  from  the  fact  that  on  heating  with  water  at  220°  it  is  broken  up  into 
phenol  and  jo-dioxybenzophenone. 

/C6H4OH  (4) 

/  (1)/C6H40H 

Cf— CfiH40H  H:,0  C0<  +     CeHgOH 

\  -->  (1)\C6H40H 

>C6H4  =  0  (4) 

(Aurine).  » 

The  dyestufF  rosolic  acid  (Aurine)  is  directly  formed  by  the  oxidation  of  its 
leuco-compound 

/C6H4OH  /C6H4OH 


C^C6H40H 

l\ 
H      \C6H4OH 

-»       C^C6H40H 

\C6H4  =  0 

The  intermediate  carbinol 

^C6H40H 

-C6H40H 

1     ^ 
OH 

\C6H40H 
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appears  to  be  incapable  of  existence,  although  Herzig  has  succeeded  in  preparing 
its  triacetyl  derivative. 

Since  Aurine  can  be  prepared  from  rosaniline,  it  is  obvious  that  two  dyestuffs 
exist  corresponding  to  para-  and  homorosaniline  respectively.     They  are  called 

/CeH^OH 


^C6H4=0 

(pararosolic  acid  (Paraaurine) ), 

derived  from  pararosaniline,  and 

yCHj 

/  \0H 

CeH.OH 


(homorosolic  acid  (Homoaurine) ), 

derived  from  homorosaniline. 

As  already  mentioned,  Aurine  is  prepared  by  the  action  of  sulphuric  acid  on 
a  mixture  of  phenol  and  oxalic  acid. 

This  reaction  is  explained  on  the  assumption  that  the  carbon  dioxide  (from 
sulphuric  and  oxalic  acids)  supplies  the  necessary  methane  carbon  atom,  and  that 
the  condensation  ensues  according  to  the  equation 


CfiHj 


C6H4OH 

C6H4OH  / 


H 


OH 


Aurine  is  no  longer  used  as  a  dyestuft"  in  the  strict  sense  of  the  term. 
Owing,  however,  to  its  sensitiveness  to  alkalies  it  is  frequently  used  as  an  indi- 
cator in  alkalimetry. 

Paeonine  (Red  corallin)  is  prepared  by  heating  crude  Aurine  (Yellow  corallin) 
with  ammonia  under  pressure. 

It  is  used  for  producing  shades  varying  in  colour  between  Magenta  and 
Cochineal,  and  probably  consists  in  part  of  a  rosolic  acid  salt  of  ^-rosaniline. 

Lately  compounds  belonging  to  this  group  have  been  prepared  by  a  process 
analogous  to  the  New  fuchsin  process  described  on  p.  88. 
Thus  Aurine  can  be  prepared  in  the  following  way  : — 


HlOfiH^OH 

/C0H4OH 

CH^iO  + 

H  i08H40H 

-> 

(formaldehyde). 

(phenol). 

(dioxydiphenylmethane). 

/CeH^OH 

/CfiH40H 

O-^tt, 

+     OgHsOH 

fOa 

->    C^CoH40H  + 

2H.,0 

CeHpH 

\c„H4=0 

(Aurine). 
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By  replacing  the  phenol  by  other  substances — such  as  resorcinol,  pyrogallol, 
etc. — dyestuffs  analogous  to  Aurine  have  been  prepared. 
Thus  Chrome  violet  [R.  Geigy  of  Basle]  is 


OH 

COOH 
OH 


COOH 

^C6H3(COOH)=:0 

and  is  prepared  from  formaldehyde  and  salicylic  acid. 


The  Influence  of  Groups  and  Constitution  upon  the  Colour  of 
Compounds  of  the  Triphenylmethane  Series. 

Probably  no  other  series  of  dyestuffs  illustrates  to  such  a  marked  extent  the 
influence  of  the  auxochrome  groups,  NHg  and  OH,  as  the  compounds  of  the 
triphenylmethane  series. 

Thus  Magenta  is  red,  hexamethylmagenta  (Crystal  violet)  is  violet 

/CcH.NH^  /CeH,N(CH3), 

C^C6H4NH2  C^C6H,N(CH3)2 


XCeH.^NHsCl  ^C6H4  =  N(CH,)2C1 

(red),  (violet), 

and  the  various  brands  of  the  methyl  violets  are  intermediate  in  colour  between 
red  and  violet,  according  as  more  or  less  of  the  hydrogens  of  the  amido-groups 
are  replaced  by  methyl. 

If,  however,  the  methyl  groups  enter  into  the  benzene  nuclei,  the  colour  of 
the  dyestuff  is  not  appreciably  affected.     Thus  N^ew  fuchsin 

/CH3 
/CfiHji 
/  ^NH, 

/  /CH, 

CfiH.) 

-NHo 


''    '\^ 


C6H3(CH3)  =  NH2C1 
is  red. 

By  the  elimination  of  one  of  the  amido-groups  in  Magenta,  green  dyestuffs  are 
produced. 

For  example.  Malachite  green 

/C6H,N(CH3)2 
O^C«H, 


C«H,  =  N(CH3)2C1 

The  same  change  in  colour  takes  place  if,  instead  of  the  amido-group  being 
eliminated,  its  basic  character  is  destroyed  by  the  entrance  of  acetyl  groups. 

Green  dyestuffs  of  the  triphenylmethane  series  are  also  produced  by  the 
addition  of  methyl  chloride  to  the  violet  hexamethylrosaniline  chloride. 
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Thus  Methyl  green  is 

C^    C6H4N(CH8)2  +  CH3CI 

\C6H4  =  N(CH3)2C1 

If  two  amido-groups  in  rosaniline  are  lacking,  the  colour  of  the  compound  is 
not  quite  destroyed. 

Thus  p-monoaraidotriphenylmethane  chloride 

y^C6H4  =  NH2Cl 

C^    OeHg 

is  orange  yellow,  and  will  affix  itself  to  tannined  cotton. 

By  the  entrance  of  phenyl  groups  in  place  of  the  hydrogens  of  the  amido- 
groups  in  rosaniline,  the  colour  gradually  passes  from  red  to  blue. 

Thus  the  highest  phenylated  rosaniline — triphenylrosaniline  chloride — 

^CeH,NHCeH, 

C^C6H4NHG6H5 

\CfiH4  =  NHCgHsCl 
is  blue. 

The  replacement  of  the  amido-groups  by  hydroxyl  groups  gives  rise  to  the 
Aurines,  which  are  yellow. 


/C6H4NH2 

/CBH4OH 

C^    C6H4NH0         -> 

\ceH4  =  NH2Cl 
(red). 

\ceH4  =  0 
(yellow). 

The  entrance  of  sulphonic  acid  groups  into  the  molecule  of  rosaniline  and  its 
derivatives  apparently  does  not  appreciably  affect  the  tone  of  the  colour, 
although  its  colour-strength  is  thereby  considerably  diminished. 

This  is,  however,  counterbalanced  by  the  increased  solubility  of  the  dyestuff 
in  water. 


CHAPTER  XV. 
PYRONINE  DYESTUFFS. 

The  dyestuffs  of  this  group  contain  as  chromophore  the  para-quinone  ring 


and  as  chromogen  the  pyronine  ring 


,/\^ 


C 


They  can  be  divided  into — 

(1)  Diphenylmethane  derivatives,  comprising  the  Pyronines. 

(2)  Triphenylmethane  derivatives,  comprising  the  Phthale'ins. 


(1)  The  Pyronines. 

Dyestuffs   of    this   class    are    produced    by    the    condensation    of   dialkyl 
7?i-amidophenol  with  aldehydes  and  acids  of  the  aliphatic  series. 

Pyronine  G  [L] 


(CH3)2N, 


.N(CH3),,C1 


C 


is  prepared,  according  to  E.P.  86738-\  13,217^9,  and  18,606^1,  by  the  condensation 
of  formaldehyde  with  dimethyl-?«-amidophenol  to  form  tetramethyldiamidodioxy- 
diphenylmethane 


H 


/N{CH3)2 
^OH 


CfiHo 


.OH 


\N(CH3), 
(formaldehyde).     (dimethyl-??i-ainidophenol). 


(1)       /N(CH3), 
1   //           ^OH 

c< 

(4) 

(2) 

1  \             /OH 

H     \C6H3< 

(1)      \N(CH3), 

(2) 

(4) 

(tetramethyldiamido- 
dioxydiphenylmetliane). 


In  this  compound   the  hydroxyl  groups   are  in  the   ortho-position   to   the 
methane  carbon  atom,  and  therefore,  as  will  be  found  to  be  always  the  case  in 
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dyestuflfs  of  the  Pyronine  and  Phthalein  series,  readily  split  off  water  to  form  the 
anhydride 

H    ^<^_~)>N(CH3), 

H    \<( )>N(CH3)2 

(tetramethyldiamidodiphenylmethane  oxide), 
which,  on  oxidation  and  conversion  into  the  salt,  forms  the  dyestufF 

,N(CH3),C1 


(CH3)2N|- 

\y\J\y 

C 

I 
H 

Pyronine  B  [L]  is  a  similar  compound  prepared  from  diethyl-??i-amidophenol ; 
it  is  converted  into  Aeridine  red  (E.  P.  1231'-*-) 

^N(C2H5),C1 

(C.3H,),N/ 


\ 


OH 

on  oxidation. 

The  Pyronines  are  more  or  less  yellowish-red,  fluoi'escent,  basic  dyestuffs, 
which  are  chiefly  used  in  the  dyeing  of  tannined  cotton. 

According  to  D.P.  65,739,  dyestuffs  of  this  class  containing  sulphur  in  the 
place  of  oxygen  can  be  prepared  by  the  action  of  SgOg  on  alkylated  diamido- 
diphenylmethanes  dissolved  in  concentrated  H2SO4.  Their  constitution  would 
be  represented  by  the  formula 

/C«H,N(CH3), 

\,C6H3N(CH3)2C1 


(2)  The  Phthaleins. 

These  dyestuffs  are  produced  by  the  condensation  of  phthalic  anhydride  with 
phenol  or  amidophenols,  the  condensation  being  usually  brought  about  in  the 
presence  of  some  dehydrating  agent,  such  as  zinc  chloride,  sulphuric  acid,  etc. 

The  most  typical  instance  of  the  formation  of  a  phthalein  is  shown  in  the 
formation  of  phenolphthalein  from  phthalic  anhydride  and  phenol  {Baeyer,  1871). 

These  substances  unite  in  accordance  with  the  equation 

.CO.  00 


C„H  /  ^O 


CeH,OH      ->       C«H,<(        >0  ^^Q 


:CeH,OH  V^  ,C«H,OH 

^CeHjOH 

the  hydrogens  in  the  para-poaitions  of  the  two  phenol  molecules  reacting  with  the 
oxygen  of  one  of  the  carbonyl  groups. 
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The  correctness  of  this  formula  is  shown  by  the  fact  that  phthalyl  chloride 


CeH 


.CO 


\r 


also  combines  with  phenol  to  form  phenolphthalein. 

In  the  formation  of  phenolphthalein,  however,  a  certain  amount  of  the 
product  consists  of  o-phenolphthalein  anhydride,  which  has  obviously  been  formed 
by  the  combination  of  the  phenol  molecules  in  the  ortho-position,  with  subsequent 
elimination  of  water 


CO 


CO 


:> 

OH 


OeH,^        yo 


OH 


C 


> 


+  H2O 


\ 


(o-phenolphthalein 
anhydride), 


or  written  as  a  pyronine  derivative 


It  is  this  substance  which  may  be  considered  as  the  chromogen  of  the 
phthalein  dyestufFs,  since  by  the  entrance  of  auxochrome  groups  into  its 
molecule,  bases  or  acids  are  formed  which,  when  converted  into  their  salts, 
yield  the  Rhodamines  and  Eosines. 

Just  as  in  the  Triphenylmethane  series  and  in  the  Pyronine  series  already 
dealt  with,  the  transformation  of  bases  or  acids  of  these  dyestuffs  into  their 
salts  is  assumed  to  be  accompanied  by  a  change  of  constitution  from  the 
phthalein  form  into  the  quinone  structure  (see  p.  107). 

Thus 


CO 


CfiH, 


OH, 


K 


x: 


><» 


OH 


>0H 


(Fluorescein  (acid)), 
gives  the  sodium  salt  (Uranine) 


NaO/\^/^N-/ 


/XcOONa 


lOO 
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and  Rhodamine  B  [B]  (base) 
CO 

0«H/        >/— >(C.;E,), 


(C2H5).3N,/\,/\,X\N(C,a5), 


>-N{C^,).2 


\y 


gives  the  chloride 


(C.^5).2N| 


N{C,II,)^C1 


COOH 


The  relationship  that  exists  between  the  members  of  the  phthalein  series 
and  triphenylmethane  is  shown  by  the  following  facts : — 

Phthalyl  chloride  condenses  with  benzene  in  the  presence  of  aluminium 
chloride  {Friedel  and  Craft)  to  form  phthalophenone 


.CO 


c«: 


bH,^ 


o    + 


^C:  CL 


H 


H 


C«H, 


CO 


6 


o 

CfiH,; 


or  if  written  as  a  triphenylmethane  derivative 


(phtha  loph  enon  e), 


This  substance  can  be  either  (1)  converted  into  phenolphthalein  by  nitration, 
reduction,  diazotisation,  and  boiling  with  water 


.C,iH,N02 
C^ — CeH.NO, 


.CoH.NH. 
CfiH.NH, 

C^H^CO 

/ 
VO/ 

\ 
C^H^OH 

CbH.OH 

C«H,CO 

/ 


(phenolphthalein), 
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or  (2)  converted   into  triphenylmethane   by    treatment  with   alcoholic   KOH, 
reduction,  and  dry  distillation 


C<    C.H. 

OH    \c6H4.COOH 

H    ^CgH^COOH 

1 

/CgHg 

H.C:^-C6H5 

^CfiH, 

(triphenylmethane). 

The  Rhodamines. 

These  dyestufFs  are  phthaleins,  derived  from  the  combination  of  dialkyl- 
??i-amidophenol  with  phthalic  anhydride.  The  Rhodamine  B  already  mentioned 
is  typical  of  their  constitution. 

They  are  basic  dyestuffs,  dyeing  wool  and  silk  direct  a  bluish-red  showing 
strong  fluorescence.  On  tannined  cotton  this  fluorescence  is  lost,  and  the  colour 
appears  as  a  dull  shade  of  lilac,  but  it  is  retained  if  the  cotton  is  mordanted 
with  Turkey-red  oil  and  alumina. 

By  etherification  (replacement  of  the  hydrogen  of  the  carboxyl  group  by 
C2H5),  Ehodamine  B  passes  into  Rhodamine  3B  [B] 


C1(C^5)2N, 


-,N.(C^,)2 


c 


iCOOCaHs 


An  interesting  dyestuff,  belonging  to  this  group,  is  prepared  by  condensing 
succinic  anhydride  with  dimethyl-?«-amidophenol.  It  is  known  as  Rhodamine 
S  [B],  and  has  the  constitution  (chloride) 

C1(CH3)2N^      /v      ^      /v 

C 
C2H4COOH 

It  is  a  substantive  cotton  dye,  dyeing  unmordanted  cotton  a  fairly  fast  shade  of 
pink. 

Other  dyestufFs  belonging  to  this  group  are  : — 
Rhodamine  6G  [B] 


CIC2H5HN 


x/yv 


.NHC^Hs 
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Rhodamine  G  [B] 

C1(C,H5),N. 


and  the  following  sulphonic  acids  (made  by  the  sulphonation  of  the  condensation 
product) : — 

Fast  acid  violet  B  [M] — Violamine  B 


QHa.N^.     /v     ^     /v     /NH.aH,SO,Na 


Fast  acid  violet  A,  2R  [M] — Violamine  R 


SOoNa 


CH3.C,jH4.N^  /\  /\  /\  /CH3 


c 

I^COOH 
\/ 
Acid  rosamine  A  [M] — Violamine  G 

O 


(CH3)3C6H2N,- 

jNH.C6H(CH3)3S03Na 


=^^        and  Fast  acid  blue  R  [M]— Violamine  3B 

O 


(C^HsOCeH^N^ 

|NHC6H3(OC2H,).S03Na 

/^COOH 

nil 

01 


The  Eosines. 

These  dyestuffs  are  prepared  by  the  condensation  of  phthalic  anhydride  with 
di-  and  trihydric  phenols. 

Most  of  the  members  of  this  group  are,  however,  derived  from  Fluorescein, 
which  is  prepared  by  the  condensation  of  phthalic  anhydride  and  resorcinol  in 
the  presence  of  zinc  chloride. 
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The  free  acid  has,  therefore,  the  constitution 

O 


I       J 
C 


CO/ 


whilst  the  sodium  salt,  which  is  found  in  commerce  under  the  name  of  Vranine^ 
has  the  constitution 

O 


"lONa 


c 


iCOONa 


It  is  an  acid  dyestufF,  forming  solutions  in  water  which  exhibit  a  remarkable 
green  fluorescence.     It  is,  however,  of  little  importance. 

Another  dyestufF  of  this  group  is  Chrysoline  [Mo],  which  was  prepared  in  1877 
by  Reverdin  by  the  interaction  of  resorcinol,  phthalic  anhydride,  and  benzyl 
chloride  in  the  presence  of  sulphuric  acid. 

Its  sodium  salt  is  best  represented  by  the  constitution 


It  is  chiefly  important  as  a  silk  dye. 

In  1874  Caro  found  that  Fluorescein  was  capable  of  absorbing  bromine,  and 
was  thereby  converted  into  a  red  dyestuff,  to  which  he  gave  the  name  Eosine. 

Eosine  A  [B]  is  a  tetrabromofluorescein  containing  two  bromine  atoms  on 
each  of  the  benzene  rings  of  the  two  resorcinol  residues,  and  as  sodium  salt  has 
the  constitution 


These  positions  have  been  determined  in  the  following  manner : — 

By  boiling  Eosine  with  caustic  soda  a  dibromodihydroxybenzoylbenzoic  acid 

.COOH 

\CO.C6H(OH)2Br2 

is  produced  {A.  Baeyer). 

In  this  substance  the  bromine   atoms   must   necessarily   occupy   the   same 
positions  as  they  do  in  one  of  the  benzene  rings  of  Eosine. 
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Its  constitution  has  been  determined  by  G.  Heller,  who  succeeded,  by  the 
aid  of  fuming  sulphuric  acid,  in  converting  it  into  an  already  known  dibromo- 
xanthopurpurine 


Br 
COOH  |/^,0H 
CO-l^lBr 
OH 


Br 


-H.,0 


CO 
CO- 


OH 
Br 


OH 


Finally,  R.  INfeyer,  by  heating  it  to  a  temperature  above  its  metting-point, 
transformed  it  into  Eosine  and  phthalic  acid. 

This  reaction,  which  evidently  takes  place  in  accordance  with  the  following 
equations  : — 


C6H4 


COO 
CO 


Br 


Br 


OH 


CfiH. 


I        I 
OH  Br 

Br 


/CO 
CO 


CO 


O  +  H 


OH  Br 
Br 


CO 

CeH,/     ^0 

CiO 


H 


H 


>0H 


C6H,< 


OH 


OH 


OH  Br 
OH  Br 


OH 


Br 


/        \    ir 

X     > 

I 
Br 

(Eosine), 


definitely  establishes  the  positions  of  the  bromine  atoms  in  Eosine. 

Eosine  is  used  more  especially  as  a  silk  dye,  upon  which  the  shades  produced 
are  yellowish-red  showing  a  marked  fluorescence. 

The  following  list  gives  the  various  dyestuffs  of  this  group  which  are 
produced,  some  by  the  entrance  of  other  halogens  into  Fluorescein,  others  by 
the  conversion  of  Eosine  into  its  derivatives. 

Spirit  eosine  [TM]  and  Eosine  S  [B]  are  the  methyl  and  ethyl  esters  of  Eosine 
respectively,  constituted  according  to  the  formula 

Q      Br    O    Br 

C 
,/^,COOK 


\/ 
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Eosine  BN  [B] 


Erythrosine  G  [B] 


Br  Br 


COOK 


\y 


I      O     I 


c 


.OK 


COOK 


Erythrosine  [B] 


Phloxine  P  [B] 


■^, 


i  J, 


I      O     I 

|OK 

^  I 
C    ^ 

/^jCOONa 


Isomeric  compounds  are  Spirit  cyanosine  [M]  and  Cyclamine  [Mo]. 
Rose  Bengal  [B] 


I     O      I 


Phloxine  [M] 


Br    O    Br 


CI/  ^COOK 

C1\/'C1 
01 
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and  Rose  Bengal  3B  [M] 

O       ^  ^ 

Jill? 

Ol/\|COOK 

ClWCl 

The  above  compounds,  which  contain  chlorine  in  the  phthalic  residue,  are 
derived  from  dichloro-  and  tetrachlorophthalic  acid  respectively. 

Galleine  and  Coeruleine. 

These  are  two  dyestufFs  which,  owing  to  their  method  of  formation,  are  classed 
among  the  phthaleins,  but  which  in  their  application  are  more  akin  to  the  next 
group  of  dyestufFs,  that  of  the  Alizarine  series. 

They  are  mordant  dyes,  forming,  in  the  case  of  Galleine,  blue ;  and,  in  the 
case  of  Coeruleine,  green  lakes  with  chromium  salts. 

Galleine  [B]  is  formed  by  heating  phthalic  anhydride  with  gallic  acid 
at  200°. 

Since  at  this  temperature  gallic  acid  breaks  up  into  pyrogallic  acid  and 
carbon  dioxide,  it  is  evidently  the  former  which  condenses  with  phthalic  anhydride, 
according  to  the  equation 

CO 

xo  c^/  \o  /<         ^o^ 


C6H4        \0. \   /■/     OH      OH 

\     /      ;        H:C6H2(OH)3  _  ^C   / 


00        +       i  HO  \     OH      OH 

h:c6H2(oh)3    -  -"^^  \     ,       , 


)0H 


The  empirical  formula  of  Galleine  is,  however,  C^qH^207,  and  its  constitution, 
according  to  Orndorff  and  Brewer  {Amer.  Chem.  J.,  1901,  97;  also  J.C.S.,  1901, 
abs.  i.,  724),  is 


This  formula  is  derived   from    the   above  by  the  elimination  of  water  and 
conversion  into  a  quinone  structure 

OH  OH  OH    O  OH  Q    OH    O  OH 

OH-^^OH  OH^OH  Onr^l^^OH  N^^^OH 


/         o 

X         /  r'     -co/  r    iCOOH 

|/\,_oo/ 
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CoeruJeine  [B]  is  prepared  by  heating  Galleiiie  with  concentrated  sulphuric 
acid  at  200°. 

According  to  Orndorfif  and  Brewer  (loc.  cit.)  its  constitution  is  represented 
by  the  formula 


OH    O  OH 


OH   O  OH 


-H2O 


OH 


(Galleine). 


(Coeruleine). 


Like  Galleine  it  is  insoluble  in  water,  and  is  usually  fixed  on  the  fibre  by  the 
aid  of  its  chromium  lake  {Green).  It  is  generally  found  in  commerce  in  the  form 
of  a  10  per  cent,  paste. 

In  the  form  of  its  soluble  bisulphite  compound  it  is  known  as  Coei-uleine  S. 

The  Constitution  of  the  Pyronines. — The  experimental  data  upon  which 
it  has  been  assumed  that  the  transformation  of  the  colourless  Rhodamine  base 
into  its  intensely  coloured  salt  is  accompanied  by  a  change  of  constitution  from 
the  lactone  to  the  quinone  form 


COv 


^^i{ 


/' 


/ 


COOH 


CfiHi 


c<      >0 

\C«H,N(C2H5)o 


/0^^^{0^,\ 


\c/      ^O 

Xc6H3  =  N(C2Hg)2Cl 


are  as  follows  : — 

A  Rhodamine  of  the  above  constitution  gives  an  ethereal  salt  when  treated 
with  an  etherifying  agent,  such  as  alcohol  and  hydrochloric  acid.  This  ethereal 
salt  is  readily  hydrolysed  to  the  corresponding  acid,  and  therefore  cannot  be 
a  quaternary  ammonium  salt  of  the  formula 


CO 


OeH^ 


^O 


K  >o 


but  must  have  the  constitution  represented  by 

.COOC0H5 


/CeHoNCC^Hg), 


XC6H3  =  N(C2H5)2C1 

Strong  support  has  been  given  to  this  view  by  the  work  of  Noelting  and 
Paira,  who  condensed  nitrobenzaldehyde  with  7?i-amidophenol,  effected  the  closing 
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of  the  pyrone  ring   by  eliminating  water  from  the  hydroxy!  groups,  and  finally 
displaced  the  nitro-group  by  carboxyl. 

The  dyestuffs  thus  formed,  which  must,  from  their  mode  of  preparation,  con- 
tain a  carboxyl  group,  are  very  similar  in  character  to  the  Rhodamines ;  they  are 
represented  by  the  formulae 


I^^COOH 

1      J    /CeH3N(R)2 

Y/      >0 

\c«H3  =  N(R),Cl 

and 

COOH 

/\ 

II    /CeH3N(R)2 

c  /       \o 

'^    C«H3  =  N(R),C1 

(Fi 

rom  m-nitrobenzaldehyde 

•) 

(From  ^-nitrobenzaldehyde 

.) 

By  analogy,  Fluorescein  should  have  the  constitution 

.CO 

C«H,/  / 

\       ^  VCfiH^OH 

X    > 

whilst  its  intensely  coloured  sodium  salt  should  have  the  constitution 

.COONa 


XC/         ^0 

\06H3^0 

This  question  has  been  thoroughly  investigated  by  the  researches  of 
0.  Fischer,  Hepp,  Nietzki,  and  Schroeter,  who  find  that  this  substance  may 
exist  both  in  the  lactone  and  quinone  forms,  the  former  being  the  more  stable 
of  the  two.  For  example,  Nietzki  and  Schroeter  found  that  on  treating 
Fluorescin  (prepared  by  the  reduction  of  Fluorescein)  with  alcohol  and  hydro- 
chloric acid  it  was  transformed  into  an  ethyl  salt 

.COOH  .COOC2H5 

C«H,<  ^/        \oH  C«H,<  ^^        ^OH 

H    \/        ^OH  H    \^    ^OH 

(Fluorescin), 

which,  on  oxidising  and  eliminating  water,  was  converted  into  a  corresponding 
ethyl  salt,  which  must  have  a  quinone  structure 

/C00C,H5 

\         /\      /         -  H,0 

^?\      > 


H      X  >0H 


> 
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By  the  bromination  of  this  quinone  ester  they  obtained  an  ethyl  salt  of 
Eosine,  from  which  it  follows  that  the  Eosines  also  possess  a  quinone  structure. 

By  the  further  etherification  of  the  quinone  monoethyl  salt  of  Fluorescein 
mentioned  above,  they  obtained  a  diethyl  salt  of  the  constitution 

.COOC2H5 

(yellow)  M.P.  159°, 

which  is  isomeric,  and  not  identical,  with  the  diethyl  salt  of  the  constitution 

CO 

/\ 


C 


< 


(colourless)  M.P.  181-182°. 

(Kietzki  and  Schroeter,  Ber.,  xxviii.  47.) 

By  the  alkylation  of  Fluorescein  salts,  the  production  of  the  coloured  quinone 
diethyl  salt  is  always  accompanied  by  that  of  the  colourless  lactone  diethyl 
salt. 

The  remarkable  colour-change  which  takes  place  when  the  colourless  phenol- 
phthalein  is  converted  into  its  alkali  salt  is  also  considered  by  Bernthsen  and 
Friedlander  to  be  due  to  a  change  from  a  lactone  to  a  quinone  structure 

^  ^COOH 

CsH/        >0  CeH/ 


CfiH^OH 


CgH^OH 

(Lactone  form).  (Quinone  form). 

There  is,  however,  no  direct  evidence  of  the  existence  of  this  substance  in  a 
quinone  form,  the  phenolphthaleinoxime 

/COOH 


c,s,< 


>— OH 


NOH 


which  was  prepared  by  Friedlander  in  support  of  his  view,  having  been  shown  to 
possess  another  constitution,  possibly  that  represented  by  the  formula  (H.  Meyer, 
J.C.S.,  1899,  abs.  i.,  707) 

/C:(NOH.)C6H40H 

CgHX  (See  p.  111.) 

^    '\CO.CeH4OH 
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Further,  Herzig  and  Meyer  prepared  a  colourless  lactone  ethyl  salt  by  alkylat- 
ing phenolphthalein  in  alkaline  solution,  that  is,  in  that  condition  in  which  it  is 
assumed  to  possess  a  quinone  structure ;  and  Bistrzycki  and  Nencki,  under  the 
same  conditions,  also  prepared  a  colourless  benzoyl  derivative  by  the  action  of 
benzoyl  chloride. 

The  exact  behaviour  of  phenolphthalein  with  alkalies  is  as  follows : — 

When  the  alkali  is  first  added  to  a  colourless  solution  of  phenolphthalein  in 
dilute  alcohol,  an  intense  red  coloration  is  produced,  which  disappears  on  the 
addition  of  excess  of  alkali  or  of  alcohol. 

This  behaviour  was  explained  by  Ostwald  {Wissenschaftl.  Grundlagen  der 
analyt.  Ghemie,  IP*  Aufl.,  p.  116)  on  the  theory  of  electrolytic  dissociation,  by 
which  it  was  supposed  that  whilst  phenolphthalein  itself  and  its  undissociated 
salts  are  colourless,  its  ions  are  red,  and  that  the  disappearance  of  the  colour  on 
adding  an  excess  of  alkali  or  alcohol  denotes  the  suppression  or  retrogression  of 
ionisation. 

This  view  was  adopted  by  Herzig  and  Richard  Meyer  (Herzig,  Ber.,  1895, 
xxviii.  3258  ;  1896,  xxix.  138;  R.  Meyer,  Jahrbuch  d.  Chem.,  1899,  ix.  404)  and 
by  0.  Fischer  (Zeit.  Farb.  Text.  Chem.,  1902,  i.  281);  whilst,  quite  recently, 
R.  Meyer  and  O.  Spendler  {Ber.,  1903,  xxxvi.  2949),  after  a  careful  re-examina- 
tion of  the  facts,  have  come  to  the  conclusion  that  it  still  offers  the  best  explana- 
tion, and  that  the  quinone  theory  does  not  give  a  satisfactory  solution. 

Some  recent  work  by  Green  and  Perkin  (J.C.S.,  1904,  Ixxxv.  398)  shows, 
however,  that  this  apparent  exception  to  the  quinone  theory  can  be  explained  in 
the  following  way  :-- 

If  the  ionisation  of  the  alkali  salt  of  phenolphthalein  is  suppressed  by  an 
excess  of  alkali,  it  is  reasonable  to  suppose  that  the  colour  will  return  on 
neutralising  this  excess.  This,  however,  is  not  the  case,  since  the  strongly 
alkaline  solution  can  be  neutralised  with  acetic  acid  and  still  remain 
colourless. 

A  quantitative  experiment  showed  that  this  neutral  solution  contained  a 
potassium  salt  of  the  formula  C2DH|50r^K,  and  that,  when  boiled,  it  assumed  the 
deep  red  colour  of  alkaline  phenolphthalein,  whilst  a  colourless  precipitate  of 
free  phenolphthalein  separated  out.  At  the  same  time  the  solution  is  found  to 
have  become  strongly  alkaline. 

All  these  facts  are  capable  of  explanation  by  the  quinone  theory  thus  : — 

Assuming  that  free  phenolphthalein  has  the  usual  lactone  formula 

CO 
CfiH^ 


>0H 

The  first  action  of  alkalies  is  to  produce  the  red  quinone  salt 

.COOK! 


\«/ 


x:>=o 

On  the  addition  of  a  further  quantity  of  alkali,  the  elements  of  potassium  (or 
sodium)  hydroxide  are  taken  up,  giving  rise  to  the  colourless  compound 
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.COOK 

C«H /    OH 


"■  OH  or  (OK) 

If,  now,  the  cooled  alkaline  solution  is  neutralised  with  acetic  acid,  the  follow- 
ing compound  is  produced  : — 

.COOK 

CeH  /  OH    /-x 

>0H 


This  compound  is  unstable,  and  readily  undergoes  dehydration,  the  change 
apparently  taking  place  in  two  directions,  partly  forming  the  red  quinone  salt 
and  partly  the  colourless  lactone. 

This  view  also  explains  the  formation  of  the  colourless  alkyl  derivatives 
{Herzig  and  Meijer)  and  the  benzoyl  derivative  {BistrzycM  and  Nencki)  mentioned 
above,  since  they  would  be  derivatives  of  the  colourless  carbinol  salt. 

The  formula  for  phenolphthaleinoxime  given  on  p.  109  is  that  proposed 
by  Hans  Meyer  (Joe.  cit.),  who  considers  that  phenolphthalein  in  coloured 
alkaline  solutions  has  a  symmetrical  constitution 

/COCfiH^OK 

\COC,H,OK 

whereas  in  neutral  or  colourless  alkaline  solutions  it   has  the  usual   lactone 
form. 

The  change  from  the  lactone  to  the  diketone  form  corresponds,  he  considers, 
with  that  of  the  unsaturated  phthalides  into  diketohydrindene  derivatives,  and 
the  reverse  change  with  the  intramolecular  rearrangement  of  benzilic  acid. 


CHAPTER  XVI. 

ACRIDINE  DYESTUFFS. 

To  this  group  belong  a  few  technically  important  dyestufFs,  which  are  amido- 
derivatives  of  phenylacridine  and  of  acridine 


N 


I       I 


N 


CH 


(phenylacridine) 


(acridine). 


Mention  has  already  been  made  of  a  dyestufF  of  this  group — Cltrysaniline — 
which  was  discovered  by  Nicholson  in  the  mother  liquors  of  Magenta  prepared  by 
the  arsenic  acid  method. 

This  substance  is  a  diamidophenylacridine  of  the  constitution  (Fischer  and 
Kbrner,  Ber.,  1884,  xvii.  203) 


N 


NH, 


C 

/^ 

I       I 

\y 

NIL, 

and  its  mode  of  formation  is  given  on  p.  88. 

The  impure  product  occurs  in  commerce  under  the  name  of  Phosphine,  a 
yellow  basic  dyestuff  which  is  largely  used  for  the  dyeing  of  leather. 

In  1887  Rudolph  (E.P.  9614^^)  discovered  other  dyestufFs  of  this  group,  which 
are  prepared  by  the  condensation  of  an  aldehyde  with  a  ?n-diamine,  elimination 
of  ammonia  from  the  condensation  product,  and  subsequent  oxidation. 

An  instance  may  be  given  in  Benzoflavine  [0] 


N 


c^ 


jNH^HCl 


OeH, 


which  is  prepared  in  the  following  way  :- 
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(1)  Benzaldehyde  is  condensed  with  ??i-toluylenediamine  to  form  tetraamido- 
ditolylphenylmethane 

/NH2  /NHo 


CgHjCH: 


/C6H2(CH3) 


C«H,CH 


(tetraamidoditolylphenylmethane). 

(2)  When  this  is  treated  with  hydrochloric  acid,  ammonia  is  split  off  and 
dihydrodiamidodimethylphenylacridine  formed 

NH 

/\  /\  /\        /\        ,/% 

UTELj^        ^iNHoH^Ni^        ^|NH.,        -NH3         NHoi'^        ^|-^        Y        ^l^H^ 


CHJ 


'iNH.,        -  NH3         NHoi 
JCH,  CHJ 


'CH, 


CH 


CH 

I 

(dihydrodiamidodimethylphenylacridine). 


(3)  The  dyestufF  is  then  formed  from  this  on  oxidation 


N 


+     O 


NH.,, 
CH 


NH, 
CH, 


+     H.O 


CgHj 

(Benzoflavine). 

As  a  basic  dyestufF  Benzoflavine  finds  considerable  application  in  the  dyeing 
of  wool,  silk,  and  cotton  (tannin  mordant),  yellow. 

Similar  dyestufFs  are  : — 
Acridine  yellow  [L],  from  formaldehyde  +  ??z-toluylenediamine 


N 


NH. 
CH^ 


jNH,.HCl 
CH, 


H 


Acridine  orange  [L],  from  formaldehyde  +  ?>i-amidodimethylaniline 


(CH3)2N| 


N(CH3),.HC1 

+  ZnCl2 


and  Acridine  orange  R  extra  [L],  from  benzaldehyde  +  ???-amidodimethylaniline 


N 


(CH3),N|^    ^1 


iN(CH3),.HCl 


C 

I 
C«H, 


CHAPTEK  XVII. 

OXYKETONE  DYESTUFFS. 

The  dyestuffs  of  this  group  contain  a  benzene  ring  in  which  two  ortho-hydroxy- 
groups  are  in  the  ortho-position  to  a  carbonyl  group. 

They  are,  therefore,  mordant  dyestuffs  forming  coloured  lakes  with  various 
metallic  oxides,  which  are  characterised  by  possessing  remarkable  fastness  to 
both  light  and  washing. 

Although  the  most  important  dyestufF  of  this  group  is  Alizarine,  yet  there  are 
a  few  other  dyestuffs,  not  derivatives  of  anthraquinone,  which  are  classed  with 
Alizarine  owing  to  the  many  properties  they  have  in  common  with  it. 

To  these  belong  : — 
Alizarine  yelloio  C  [B],  which  is  prepared  by  the  action  of  acetic  acid  and  zinc 
chloride  on  pyrogallic  acid,  and  has  the  formula 

OH 


|0H 

cb-CHs 

Alizarine   yelloio  A    [B],  from    benzoic   acid   or  benzotrichloride  and  pyrogallic 
acid 

l^|OH 

^"     OH 

and  Alizarine  black  S  [B],  which  is  prepared  by  heating  dinitronaphthalene  with 
a  solution  of  sulphur  in  fuming  sulphuric  acid,  and  treating  the  dioxynaphtho- 
quinone  which  is  thus  formed,  with  sodium  bisulphite. 
Its  formula  (ketone)  is 

O 
OH  jl^ 

OH,/^ 


II 

O 
(Naphthazarine). 

The  chromium  lake  of  this  dyestuff  is  black. 


Alizarine  Dyestuffs. 

To  this  class  belong  a  series  of  dyestuffs  which  are  derivatives  of  anthraquinone 
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containing   two    ortho-hydroxyl    groups    in    the    ortho-position    to    one   of    the 
carbonyl  groups  (see  Laio  of  Liehermann  and  v.  Kostanecki,  p.  40). 

Alizarine  (dioxyanthraquinone) 


was  originally  prepared  from  the  madder  root  (Ricbia  tindorum,  L.),  in 
which  it  occurs  in  the  form  of  a  glucoside,  ruberythric  acid,  which  can  be 
converted  into  a  sugar  and  Alizarine  on  boiling  with  dilute  acids.  Since  1868, 
however,  it  has  been  prepared  by  synthetic  means. 

The  madder  cultivation  was  a  very  considerable  industry,  and  in  the  year  1868 
as  much  as  70,000  tons  of  madder  were  produced  from  the  various  countries 
in  which  it  was  grown. 

In  this  year  Graebe  and  Liebermann  made  the  epoch-making  discovery  that 
the  chief  madder  dyestufF,  Alizarine,  was  a  derivative  of  anthracene,  since  it 
could  be  converted  into  this  hydrocarbon  by  distillation  with  zinc  dust,  a 
method  of  reduction  which  had  been  discovered  shortly  before  by  Baeyer  {Ann., 
1866,  cxl.  295). 

In  the  same  way  Graebe  and  Liebermann  also  found  that  the  dyestuft 
Purpurine,  which  accompanies  Alizarine  in  madder,  gave  anthracene  on 
distillation  with  zinc  dust. 

Before  this  time,  however,  a  considerable  amount  of  work  had  been  done 
on  Alizarine  with  the  object  of  determining  its  constitution,  and  between  1848 
and  1852  many  papers  were  published  by  Schunck,  Schunck  and  Gerhardt, 
Wolff  and  Strecker,  etc.,  with  the  result  that  Alizarine  was  considered  to  be  a 
derivative  of  naphthalene. 

At  this  time  the  quinones  were  still  undiscovered,  and  in  1868  Graebe 
{Ann.,   1868,  cxlvi.  30)  published  a  paper  on  their  investigation. 

He  found  that  chloranilic  acid,  CgHoCloO^,  prepared  by  the  action  of  alkalies 
on  chJoranil,  CgCl^O.,,  did  not  contain  a  carboxyl  group  like  other  organic  acids, 
but  that  it  was  a  dioxydichlorqxilnone,  which  he  formulated  thus  : — 

C6Cl2(OH)J 

In  the  same  way  he  found  that  the  similarly  constituted  chloroxynaphthalinic 
acid  was  a  MoroxijnapMlwquinone 

.        CioH,Cl(OH)|    y 

and  that  a  compound  of  the  formula  C^^HgOg,  which  Martins  and  Griess 
{Ann.,  1865,  cxxxiv.  376)  had  prepai-ed  from  naphthalene,  and  which  they 
mistook  for  Alizarine,  was  in  reality  an  oxynaphtlioquinone 

CioHg(OH)]      > 

The  analogy  in  behaviour  between  chloranilic  acid,  chloroxynaphthalinic 
acid,  and  Alizarine,  and  the  fact  already  mentioned,  that  this  latter  substance 
gave  anthracene  on  dry  distillation  with  zinc  dust,  led  Graebe  and  Liebermann 


ii6 
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{Ber.,  1868,  i.  49)  to  the  assumption  that  Alizarine  was  a  dioxyanthraquinone 
and  purpurine  a  trioxyanthraquinone 


C«OlJ 


OH 

°\ 


CinH.Cl 


OH 


'\ 


^0/ 
(chloranilic  acid). 


(chloroxynaphthalinic  acid).       (oxynaphthoquinone). 

rOH 


CiiHfi 


OH 
OH 
Os 

(Alizarine). 


c,.hJ 


OH 
OH 
O. 


(Purpurine). 


These  formulae  were  subsequently  modified  by  the  discovery  of  Zincke  and 
Fittig  that  anthraquinone  was  a  diketone  of  the  formula 

/CO. 
■00^ 

Continuing  their  investigations,  Graebe  and  Liebermann  found  that  the 
compound  previously  prepared  by  Laurent  by  the  direct  oxidation  of  anthracene 
was  identical  with  anthraquinone.  In  order  to  convert  this  into  a  dioxy- 
derivative,  they  transformed  it  first  into  a  dibromo-derivative,  and  then,  by  fusing 
with  potash,  produced  a  dioxyanthraquinone  identical  with  the  Alizarine  from 
the  madder  root. 

This,  the  first  synthetic  preparation  of  a  natural  dyestuft",  was  applied  on 
the  technical  scale  by  the  Badische  Aniline  and  Soda  Fabrik,  but  from  the  first 
considerable  difficulty  was  experienced  in  preparing  sufficient  pure  anthracene 
for  the  purpose. 

It  was  soon  found,  however,  that  Alizarine  could  be  much  more  readily 
prepared  from  anthraquinone  monosulphonic  acid. 

Some  time  previously  Graebe  and  Liebermann  had  attempted,  but  without 
success,  to  prepare  sulphonic  acids  of  anthraquinone  by  sulphonation,  and  it  was 
first  pointed  out  by  Caro  that  on  treating  anthraquinone  with  sulphuric  acid  at 
200°  a  sulphonic  acid  was  formed,  which,  on  fusion  with  potash,  yielded  Alizarine. 

Practically  at  the  same  moment  the  identical  reaction  was  discovered  by 
W.  H.  Perkin  in  England. 

The  patent  application  of  Caro,  Graebe,  and  Liebermann  bears  the  date  25th 
June  1869;  that  of  W.  H.  Perkin,  26th  June  1869. 

Another  method  for  the  preparation  of  anthraquinone  disulphonic  acid  was 
again  discovered,  practically  simultaneously,  by  Graebe  and  Liebermann  {Ann., 
1871,  clx.  137)  and  by  W.  H.  Perkin  {Ann.,  1871,  clviii.  319),  and  patented  by 
the  latter  on  17th  November  1869. 

This  method  consists  in  treating  dichloro-  or  dibromoanthracene  with  sul- 
phuric acid,  thus  converting  it  into  dichloro-  or  dibromoanthracene  disulphonic 
acid,  which,  on  further  treatment  with  sulphuric  acid  {Graebe,  Liebermann,  and 
Perkin),  or  by  oxidation  with  MnOg  {Perkin),  is  transformed  into  anthraquinone 
disulphonic  acid. 
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On  fusion  with  potash  this  disulphonic  acid  yields  Isopurpurine. 

The  disulphonic  acids  of  anthraquinone  are,  however,  at  the  present  day 
prepared  by  direct  sulphonation  with  sulphuric  acid  containing  40  per  cent,  of 
anhydride  at  280-350°  C.  {Koch). 

In  this  way  two  sulphonic  acids  are  formed 

CO  CO 

(a-anthraquinone  disulphonic  acid).    (/3-anthraquinone  disulphonic  acid). 

On  fusion  with  caustic  soda,  the  former  yields  Flavopurpurine ;  the  latter 
Iso-  or  Anthrapurpurine. 

When  Alizarine  was  first  prepared  from  anthraquinone  sulphonic  acid,  it  was 
thought  that  the  disulphonic  acid  alone  reacted.  It  was  soon  discovered,  how- 
ever, that  only  the  ;8-monosulphonic  acid  is  capable  of  yielding  Alizarine  with 
potash,  the  disulphonic  acid  being  converted  into  trioxy-derivatives  of  anthra- 
quinone. 

The  equation  representing  the  formation  of  Alizarine  is  evidently  as  follows : — 


coi.:^ 


NaOiH 
+     NaOH 


Na: 


OH 


(sodium  ^-anthraquinone 
monosulphonate). 


CO    ONa 

ONa 


+  Na«,SO  +H.,0  +  H., 


(sodium  salt  of 

The  discovery  of  the  tru,:  aature'bf  the  reaction  explained  the  loss  cf  Aiizariiie 
experienced  in  the  early  dfa  s  of  the  industry,  which  was  evidently  caused  by 
the  redaction  of  the  anthraquinone  by  nascent  hydrogen. 

This  is  now  obviated  by  ihe  addition  of  sodium  chlorate  to  the  melt  {Koch). 

The  positions  of  the  hydroxyj^groups  in  Alizarine  and  Purpiirine  have  beeu 
determined  in  the  following  way  {Baeyer  and  Caro)  : — 

(1)  Phthalic  anhydride  on  condensation  with  pyrocatechol  in  concentrated 
sulphuric  acid  solution  yields  Alizarine 


,/\CO 
CO 


OH 

1 

.6/\2-OH 

■i 


CO  OH 


OH 


+     H2O 


From  this  synthesis  it  follows  that  the  two  hydroxyl  groups  are  in  the  ortho 
position  to  one  another. 
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It,  however,  does  not  determine  their  position  with  reference  to  the  carbonyl 
groups,  since  the  condensation  might  have  taken  place  in  the  positions  4,  5 
instead  of  5,  6. 

(2)  Phthalic  anhydride  in  the  same  way  condenses  with  hydroquinone  to 
form  Quinizarine 

OH  CO  OH 

/\co\  h/^ 

\/C0/  H\/' 

OH  CO  OH 

(Quinizarine). 

(3)  Both  Ahzarine  and  Quinizarine  yield  Purpurine  on  oxidation. 

The  only  formulse  in  accordance  with  these  facts  are  those  given  in  the 
following  equations : — 


CO 

(Alizarine). 

CO  OH  ^     CO  OH 


-"""^  (Purpurine). 

CO  OH 

(Quinizarine). 

Alizarine  is  insoluble  in  cold  water,  and  is  always  met  with  in  the  form  of  a 
paste. 

This  formerly  consisted  of  10  per  cent,  of  Alizarine  suspended  in  water,  but 
is  now  made  almost  exclusively  of  20  per  cent,  strength.  The  price  of  10  per 
cent,  paste  in  1870  was  6s.  to  7s.  per  lb.,  and  in  1900  for  20  per  cent,  paste 
lOd.  per  lb. 

In  this  paste  form  Alizarine  is  sufficiently  finely  divided  to  be  appreciably 
soluble  in.  hot  water ;  when  once  dry,  however,  it  loses  this  property,  and  then ' 
is  not  well  adapted  for  the  purposes  of  dyeing  and  printing. 

Fo*"  transhipment,  Alizarine  is  frequently  made  in  the  form  of  a  powder,  which 
is  dissolved  in  caustic  soda  and  reprecipitated  by  hydrochloric  acid  by  tlie  dyer  at 
its  destination. 

It  is  also  prepared  in  the  form  of  a  powder  mixed  with  starch  ;  when  placed 
in  water  the  starch  swelh  and  the  powder  is  convertci  into  a  thin  paste  suitable 
for  the  dyer. 

The  mordant  dyestufFs  can  be  divided  into  two  classes, 

(1)  Polygenetic  dyestuffs, 

(2)  Monogenetic  dyestuffs, 

the  former  yielding  different-coloured  lakes  with  different  mordants,  the 
latter  yielding  the  same  coloured  lake  whatever  the  nature  of  the  mordant 
employed. 

Alizarine  is  a  polygenetic  dyestuff"  in  the  widest  sense  of  the  term,  and  gives 
the  following  series  of  colours  with  the  mordants  named  : — 
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Magnesium, 

Calcium, 

Barium, 

Strontium, 

Aluminium, 

Chromium, 

Iron  (ferrous), 

Iron  (ferric), 

Copper, 

Lead, 

Tin  (stannous). 

Tin  (stannic). 

Mercury,     . 


violet. 

purple- red. 

purple-red. 

red-violet. 

rose- red. 

brown-violet. 

black-violet. 

brown-black. 

brown-violet. 

purple-red. 

red -violet. 

violet. 

black-violet. 


In  actual  practice  only  the  aluminium,  iron,  tin,  and  chromium  lakes  are 
employed. 

The  methods  of  applying  Alizarine  to  the  fibres  are  dealt  with  on  p.  293. 

Derivatives  of  Alizarine.  —  iVzYro-derivatives.  —  Of  the  six  theoretically 
possible  nitroalizarines,  three  only  are  known,  and  two  have  been  thoroughly 
investigated. 


a-Nitroalizarine 


CO  OH 


lOH 


CO    NOo 

was   originally  prepared   by   Perkin  by  the  action   of   nitric  acid  on  diacetyl- 
alizarine. 

It  is  itself  of  no  importance  as  a  dyestuff,  but  on  reduction  is  converted  into 
a-amidoalizarine 

CO  OH 


OH. 


CO    NH, 

which   is   found  in  commerce  under   the   names   Alizarine   garnet   R  [M]   and 
Alizarine  cardinal  [By]. 

P-Nitroalizarine — Alizarine  orange 

CO  OH 


was  first  prepared  in  1874  by  Slrobel  by  treating  material  which  had  been  dyeri 
with  Alizarine,  with  nitrous  acid  fumes. 

It  can  also  be  prepared  by  the  direct  nitration  of  Alizarine,  and  is  a  poweruu 
dyestufi",  forming  orange  lakes  with  alumina,  and  red-violet  with  iron  salts. 

On  reduction  it  is  converted  into  ^-amidoalizarine — Alizarine-maroon  [B] 


CO  OH 


OH 
CO 


which  forms  red  lakes  with  alumina  and  grey  with  iron. 
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Alizarine  red  S  [B]  is  alizarine  monosulphonic  acid,  and  is  prepared  by  the 
direct  sulphonation  of  Alizarine.     Its  formula  is 


CO    SOoNa 


It  is  chiefly  used  for  the  dyeing  of  mordanted  wool. 

Alizarine  blue  [B].  —  This  important  dyestutf  was  first  prepared  by 
Prud'homme  by  heating  /3-nitroalizarine  (Alizarine  orange)  with  glycerine 
and  sulphuric  acid. 

The  determination  of  the  constitution  of  this  substance  is  due  to  Graebe 
{Ann.,  1880,  cci.  333),  who  found  it  to  be  an  anthraquinoline  of  the  formula 


CO  OH 


OH 


Subsequently,  the  formation  of  a  quinoline  derivative  in  this  reaction  was 
confirmed  by  Skraup,  who  prepared  quinoline  by  heating  a  mixture  of  aniline 
and  nitrobenzene  with  glycerine  and  sulphuric  acid. 

At  the  present  day  Alizarine  blue  is  made  in  a  similar  way,  viz.,  by  heating  a 
mixture  of  nitro-  and  amidoalizarine  with  glycerine  and  sulphuric  acid  at  105°  C. 

Alizarine  blue  is  only  feebly  polygenetic,  and  gives  blue  lakes  with  most 
mordants.     The  most  important  is  the  Chromium  lake. 

Alizarine  blue  S  is  the  sodium  bisulphite  compound  of  Alizarine  blue,  and  is 
the  most  usual  form  in  which  Alizarine  blue  is  met  with  in  commerce. 

Alizarine  green  S  [M]  is  the  sodium  bisulphite  compound  of  the  corre- 
sponding a-alizarine  quinoline,  and  is  prepared  from  a-amidoalizarine.  Its 
formula  is 

CO  OH 


+  2NaHS03 


Isomerides  of  kWzdiV'mn.—Quinizarine 


CO  OH 


CO  OH 


which  is  produced  by  the  condensation  of  phthalic  anhydride  with  hydroquinone 
in  the  presence  of  sulphuric  acid,  is  of  no  importance  as  a  dyestuli'  by  itself, 
since,  owing  to  the  positions  of  the  hydroxyl  groups,  it  does  not  combine  with 
mordants  to  form  lakes. 

It  is,  however,  converted  into  valuable  acid  dyestuffs  on  condensation  with 
primary  aromatic  amines  and  subsequent  sulphonation.  Such  dyestuffs  are 
Alizarine  cyanine  green  and  Alizarine  pure  blue. 
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They  are  without  mordant  properties. 
Anthrartifine 


CO  OH 


OH  CO 

is  formed,  according  to  Schunck  and  Rdmer  {Ber,,  1878,  xi.  1176),  when 
m-oxjbenzoic  acid  is  treated  with  sulphuric  acid,  or  (Liebermann  and  Bock, 
Ber.,  1878,  xi.  1616)  by  oxidising  anthracene-^-disulphonic  acid,  and  fusing 
the  anthraquinone  disulphonic  acid  thus  formed,  with  potash. 

It  is  the  parent  substance  of  the  important  blue  acid  wool  dye.  Alizarine 
saphirol  R  [By],  which  is  probably  diamidoanthrarufine  disulphonic  acid. 


Trioxy  anthr  aquinones. 


-Pwyurine  [B] 
CO  OH 

lOH 


CO  OH 


accompanies  Alizarine  in  Madder,  and  is  formed  synthetically  either  by  the 
oxidation  of  Alizarine  or  of  Quinizarine. 

Its  lakes  with  mordants  are  very  similar  in  shade  to  those  formed  from 
Alizarine. 

Anthracene  hrown  [B]  (Anthragallol) 

CO  OH 


is    formed   (Seuberlich,  Ben-.,   1877,  x.   38)  on  heating  gallic  acid  and  benzoic 
acid  with  sulphuric  acid.     Its  chromium  lake  is  brown. 

Flavopur purine  (Alizarine  X  [By]),  (Alizarine  GI  or  RG  [B]) 


CO  OH 


OH 


is  prepared  by  fusing  the  a-disulphonic  acid  of  anthraquinone 

CO 

^^SOjH 


with  potash. 

It  is  very  similar  in  its  properties  to  Alizarine. 

Alizarine  SSS  is  the   sulphpnic   acid  (sodium   salt),   and    is   an    important 
wool  dye. 

Alizarine  orange  G  [M]  is  the  ^-nitro-derivative 


CO  OH 


OH 
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From    this,  on    treatment  with  glycerine  and  sulphuric  acid,  the  quinoline 
derivative  Alizarine  black  P  [M]  is  produced 


CO  OH 


The  bisulphite  compound  is  Alizarine  black  S  [M]. 

Isopuri)urine  (Alizarine  GD  [M]),  (Alizarine  RX  [M]),  (Alizarine  SX  extra  [By]) 

CO  OH 

OHi'^^i-'^i^OH 


is  prepared  by  the  fusion  of  the  yS-disuIphonic  acid  of  anthraquinone 

CO 

SOsHi^^-'^iSO^H 


with  caustic  soda. 

It  is  similar  in  its  properties  to  the  other  members  of  this  group. 

As  a  wool  dye  it  is  used  in  the  form  of  its  sulphonic  acid,  the  sodium  salt  of 
which  is  Alizarine  SS. 

TetPaOXyanthraquinoneS.— In  1890  Bohn  {Ber.,  xxiii.  3739)  made  the  im- 
portant discovery  that  by  the  action  of  fuming  sulphuric  acid  on  anthraquinone 
and  anthraquinoline  derivatives,  new  hydroxyl  groups  could  be  introduced. 

This  reaction,  which  takes  place  better  in  the  presence  of  boric  acid,  was 
further  developed  by  11.  E.  Sclnnidt,  with  the  result  that  a  large  number  of 
polyoxy-derivatives  of  Alizarine  and  of  Alizarine  blue  have  been  prepared. 

Sulphuric  acid  ethers  (or  boric  acid  ethers),  which  are  intermediate  products 
in  this  reaction,  furnish  the  free  polyoxy-derivatives  on  hydrolysis  with  acids,  the 
new  groups  entering,  when  possible,  in  the  para-position  of  the  unsubstituted  ring. 

Dyestuffs  of  this  division  prepared  in  this  way  are : — 

Alizarine  Bordeaux  B  [By] 

OH  CO  OH 
I       I        I        |0H 

OH  CO 

which    forms    Bordeaux   (claret)    lakes   with    aluminium,    and    violet-blue    with 
chromium  salts ;  and 

Alizarine  >jreen  S  [B],  sodium  bisulphite  compound  of 

OH  CO  OH 


which  is  prepared  by  treating  Alizarine  blue  with  fuming  sulphuric  acid. 
It  is  an  important  wool  dye,  forming  a  blue-green  lake  with  chromium. 
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Pentaoxyanthraquinones.— ^Z^'zarme  cyanine  R  [By] 

OH  CO  OH 


^OH 


OH  CO  OH 


prepared  by  the  oxidation  of  Alizarine  Bordeaux  with  manganese  dioxide  and 
sulphuric  acid,  forms  a  blue  chromium  lake  much  used  in  wool-dyeing. 
Alizarine  indigo  blue  S  [B],  sodium  bisulphite  compound  of 


OH  CO  OH 
OHi'^r    ^1'    'lOH 


is  prepared  by  acting  upon  Alizarine  green  with  sulphuric  acid  at  200°. 
The  chromium  lake  is  indigo  blue  in  colour. 

Hexaoxyanthraquinones.— i^Mj^f/a^ZoZ  [B] 

CO  OH 

OH|^/^,/\,OH 
0H\/'\/'\^'0H 
OH  CO 

was  first  prepared  by  Robiquet  {Ann.,  1836,  xix.  204)  by  heating  gallic  acid 
with  concentrated  sulphuric  acid  at  140°.  Its  constitution  was  determined  by 
Klobukowsky. 

It  is  a  polygenetic  dyestuff,  forming  with 


Aluminium 

Iron 

Chromium 


red, 

violet,  and 
brown  lakes. 


The  shades,  however,  are  not  pure  in  tone. 
Anthracene  blue  AVR  [B] 

OH  CO  OH  is   prepared   (E.P.   19,589''i,  13,029'''^)  by  heating  1  :  5  di- 

OHi^i'^^^^^i  nitroanthraquinone  with  fuming  sulphuric  acid  (40  per  cent. 

L    /\    /\    /OH  SO3)  with  or  without  a  reducing  agent,  and  treating  the 

OH  CO  OH  sulphuric  ether  which  is  formed  with  ordinary  sulphuric  acid. 

It  is  a  wool  dye,  giving  violet  lakes  with  aluminium,  and  blue  with  chromium. 

A  disulphonic  acid  of  this  dyestuff  is  Acid  alizarine  blue,  BB  and  GR  [M]. 

An  important  derivative  of  Anthraquinone,  and  one  which  is  typical  of  a 
series,  has  lately  been  introduced  by  the  Badische  Anilin  and  Soda  Fabrik.  It 
is  Indanthrene  X  [B],  and  is  obtained  by  fusing  /3-amidoanthraquinone  with 
caustic  potash  {Ber.,  1903,  xxxvi.  3410,  3427).     It  has  the  constitution 


and  dyes  cotton  from  a  reduced  vat  (like 
Indigo)  bright  blue  shades,  which  are 
extremely  fast  to  light. 


CHAPTEK  XVIII. 

DIPHENYLAMINE  DYESTUFFS. 

Into   this   class  are  placed  a  number  of  dyestuflfs  which  are  all  more  or  less 
directly  related  to  diphenylamine 

NH 

I       I        I       1 

\y     \/ 

Furthermore,  they  are  all  derivatives  either  of  jo-quinone-di-imide 


HN  = 


NH 


o-quinone-di-imide 

or  ^-quinone-monoimide 


NH 

V-NH 


HN  = 


the  quinone  ring  in  each  case  being  the  chromophore  of  the  dyestuff. 

This  group  may  be  divided  into  the  following  classes,   which  clearly    show 
their  relationship  to  one  another : — 


Class. 


Structure. 
N 


Typical  Dyestuff. 
N 


(1)  Indophenols 


(2)  Thiazines 


/\/       \/\ 


N 


(CH3),n! 


\/        \/\o 
(Indophenol) 


(3)  Oxazines 


\     y-K     /\      /<^  (CH,)oN'. 

(Methylene  blue). 


N 


Q      -    ^N(CH3),C1 
(Meldola's  blue). 
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Class. 


(4)   Indamines 


(5)  The  azine  dyestufFs,  com- 
prising : — 
(a)  The  Eurhodines    . 


Structure 


Typical  Dyestuff. 
N 


\/        \/\ 


N 


N 


(Phenylene  blue  (base)). 


(CH3),Nl.      I 


N 


NHL, 


(h)  Aposafranines 


(c)  Safranines 


(Neutral  violet  (base)).i 


N(CH3),C1 

(Neutral  blue).^ 
N 

CHa  I  r  |CH<j 

^NH.HC1. 


NHlJ 


(Safranine).^ 
(d)  The  Indulines  aud  Nigrosines. 

R.  =  benzene  or  naphthalene  ring,  and  sometimes  an  aliphatic  hydrocarbon 
radicle. 

The  Aposafranines  and  the  Safranines  are  placed  in  separate  classes  for  the 
sake  of  convenience.     They  do  not  differ  in  structure. 

More  recent  investigations  (Kehrmann,  Ber.,  1899,  2601 ;  see  also  Green, 
Ber.,  1899,  3155)  seem  to  show  that  the  Oxazines  and  Thiazines  probably  possess 
a  formula  similar  to  the  Eurhodines  and  Safranines  (see  later),  in  which  the  salt- 
formation  takes  place  by  the  passage  of  dyad  oxygen  into  tetrad  oxygen,  and 
of  dyad  sulphur  into  tetrad  sulphur. 

Thus  to  the  hydrochloride  of  Meldola's  blue  is  given  the  formula 


<:> 


O 

I 
CI 


instead  of 


^N(CH3), 


N(CH3)2C1 


and  to  the  hydrochloride  of  Methylene  blue,  the  formula 


N 


(CH3),1^.      f       I      i  instead  of       (CH3),Ni 

^  V  ^  \n(CH3)2 


CI 

^  For  the  orthoquinone  fomiulse  of  these  substances,  see  p.  137. 


N(CH3)2C1 
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The  experimental  evidence  upon  which  these  formulse  are  based  is,  however, 
at  present  of  so  indefinite  a  nature  that  in  the  ensuing  pages  the  older  formulai 
have  been  adopted. 

There  seems,  however,  to  be  little  doubt  that  many  of  the  reactions  of 
these  compounds  are  best  explained  by  the  newer  formulae. 

(1)  The  Indophenols. 

As  will  be  seen  from  the  foregoing  table,  the  Indamines  and  Indophenols 
are  very  similar  in  structure,  the  only  difference  being  that  in  the  Indophenols, 
oxygen  replaces  the  group  =  NH  of  the  Indamines. 

N  N 


(An  Indophenol).  (An  Indamine). 

Owing  to  the  fact  that  the  Indamines  are  closely  related  to  the  Eurhodines 
and  the  Safranines,  and  occur  as  intermediate  products  in  their  preparation, 
they  will  be  dealt  with  later  together  with  these  dyestuffs. 

The  Indophenols  are  made  by  the  oxidation  of  a  mixture  of  a  ^-diamine  and 
a  phenol,  or  by  the  interaction  of  nitrosodimethylaniline  with  phenols. 

The  only  technically  important  Indophenol  is  prepared  from  nitroso- 
dimethylaniline and  a-naphthol 

/\ 


(nitrosodimethylaniline),     (a-naphthol),  (Indophenol), 

and  also  by  the  oxidation  of  a  mixture  of  j'-amidodimethylaniline  and  a  naphthol 

{Kbchlin  and  Witt). 

It  is  a  dark  brown  powder  insoluble  in  water,  and  is  applied  to  the  fibre  in 

precisely  the  same  way  as  Indigo  (see  p.  291);  that  is  to  say,  on  reduction  it 

yields  Indophenol  white 

/% 
NH 


(CH,).N'\  )       K    JOSi 


which  in  alkaline  solution  possesses  affinity  for  the  fibres,  upon  which  it  can  be 
reoxidised  to  the  blue  on  exposure  to  the  air. 

(2)  Thiazines. 

The  first  dyestuff  of  this  series  was  discovered  by  Ch.  Lauth  in  1876 
(Compt.  rend.,  Ixxxii.  1441),  who  prepared  a  violet  dye,  which  he  called  Lautli's 
violet,  by  oxidising,  with  ferric  chloride,  a  solution  of  ^9-phenylenediamine  con- 
taining sulphuretted  hydrogen. 

Its  constitution  and  that  of  other  members  of  this  series  has  been  determined 
by  Bernthsen  {Ber.,  1883,  xvi.  1025,  2896;  1884,  xvii.  611,  2854,  2857, 
2860  ;  and  Ann.,  1885,  ccxxx.  73)  in  the  following  way : — 
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The  action  of  sulphur  on  diphenylamine  yields  thiodiphenylamine 


NH 


which,  on  nitration,  yields  a  p-dinitro-derivative 

NH 


and  this  in  its  turn  is  transformed,  on  reduction,   into  di-p-amidothiodiphenyl- 
amine 


which   is   the  leuco-base  of  Lauth's  violet,  yielding  this  dyestuff  on  oxidation 
and  conversion  into  the  hydrochloride. 

Consequently  Lauth's  violet  has  the  constitution 


H.,N! 


NHHCl 


It  ^  is  now  of  little  importance,  and  has  been  replaced  by  the  most  important 
member  of  this  series — 
Methylene  blue  B  [B] 


(CH3).,N'^ 


N(CH3)2C1 


This  dyestuff  was  first  prepared  by  Caro  in  1876,  who  applied  Lauth's 
reaction  to  as?/??i-dimethyl-/)-phenylenediamine,  and  who,  in  conjunction  with 
the  Badische  Aniline  and  Soda  Fabrik,  prepared  it  technically  (D.P.  1886"^) 
by  oxidising  amidodimethylaniline,  prepared  from  nitrosodimethylaniline,  in  the 
presence  of  hydrogen  sulphide. 

At  the  present  time  Methylene  blue  is  produced  solely  by  the  "  thiosulphate 
process,"  which  consists  in  oxidising  dimethyl-j;-phenylenediamine  and  dimethyl- 
aniline  in  the  presence  of  sodium  thiosulphate  and  zinc  chloride. 

The  course  of  this  reaction  may  be  represented  by  the  following  equations  : — 


(1)  /\/N^2 

I  I  +        H2S2O3+O 

(as^r/i-dimethyl-jo-phenylenediamine). 


NHo 


(CH3)oN^     ^     ^S.SOsH 
(a  thiosulphonic  acid). 


+     H2O 


^  This  dyestuff  was  never  manufactured  to  any  extent  on  the  large  scale,  the  small  yield 
of  it  (scarcely  20  per  cent. )  rendering  its  production  too  costly. 
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(2) 


(CH3)2N^ 


NH2  Hx 

+       T   1  +  02 

S.SO3H  ^^N{cs:,)^ 

(dimethylaniline). 


+     VHP 


N 

(3)    ^/\/^ 


v^\: 


1^- 


(CH3)2N''    ^     ^s  ^N(CH3), 

I        / 

+     HCl  +  0    -^ 


N 


/ 


SO 


(CH3),N/     ^     ^     ■-^''^N(CH3),C1 
(Methylene  blue). 


H2SO4 


Methylene  blue  is  usually  met  with  in  commerce  in  the  form  of  its  zinc 
chloride  double  salt,  and  is  a  most  important  dye  for  cotton,  upon  which  it  is 
fixed  by  the  aid  of  tannin.  It  is  not  well  adapted  for  the  dyeing  either  of  silk 
or  wool. 

Other  dyestuflfs  of  this  series  are  : — 

Gentianine  [G],  from  p-phenylenediamine  and  ^'-amidodimethylaniline 


(CH3)oN/    ^    Y  "NH.HC1 


Methylene  green  [M],  from  Methylene  blue  and  nitric  acid 

NO2  N 

I       I       I       I 
(CH3).,n/^^\^'^'^N(CH3)2C1 

Thionine  blue  G  [M] 
Thiocarmine  R  [C] 


(CH3)2N/   ^    Y  ^N(CH3)C,^,.C1 


S03Na.C6H4.CH2.(C,JH5)N/  ^    g    ^  ^N(C.^5)CH2.C«H, 
Toluidine  blue  0  [Hi 

/\/^/\0H 

I       I       I       V^ 

(CHj).^/'^^^^  ^^  NH.  HCl 
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New  methylene  blue  N  [CJ 

1       I       I       I 

Brilliant  alizarine  blue  GR  [By] 

SO„Na 


N 


(ch3),n/VY\/\o 
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(3)  Oxazines. 

The  first  dyestufF  of  this  group  was  discovered  by  Meldola  in  1879,  who 
prepared  it  by  condensing  ^-naphthol  with  nitrosodimethylaniline  chloride  in 
glacial  acetic  acid  solution. 

Its  constitution  is  represented  by  the  formula 


Q  ^N(CH3)2C1 

(Meldola's  blue). 

It  also  occurs  in  commerce  under  the  names  Fast  blue,  New  blue  R  [C],  Cotton 
blue  R  [B],  etc. 

The  dyestuff  is  now  formed  by  using  alcohol  as  a  solvent  instead  of  glacial 
acetic  acid,  and  it  is  advisable  to  keep  the  proportion  of  ;8-naphthol  and  nitroso- 
dimethylaniline— 

1  mol.  y8-naphthol :  2  mols.  of  the  latter. 

{Private  communication,  R.  Meldola.) 

It  is  largely  used  for  the  dyeing  of  tannined  cotton. 

Other  dyestuffs  of  this  series  are  : — 

Capri  blue  GN  [By] — nitrosodimethylaniline  +  dimethyl-m-amidocresol 


(CH3),N-  0  N(CH3),C1 

Gallocyanine  DH  [DH] — nitrosodimethylaniline  +  gallic  acid 

CO   N 


OHl 


OH   O 


N(CH3)2 


(base). 
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Delpliiu  blue  [S] — Gallocyanine  +  aniline  and  sulphonation 
NH.OgS  -  C«H,HN     N 


^^^  OH  O    ^  ^N(CH3),OH 
(ammonium  salt). 

Prune  pure  [S] — uitrosodimethylaniline  +  methyl  ester  of  gallic  acid 
CH^OOC    N 


O^^  OH  O    ^  ^N(0H3),01 


Gallamine  blue  [By] — nitrosodimethylaniline  +  gallaminic  acid  (gallamicJe) 
NH2OC    N 

I       I        I       I 
Oh/'^^^'^N(CH3),OH 

(base). 

Coreine  RR  [DH]— nitrosodiethylaniline  +  gallamide 
H2NOC     N 


0S^'^^'^^^N{C^,),C1 


Iris  blue  [B] — nitrosoresorcinol  +  resorcinol  and  bromination 

Br    O    Br 

New    methylene    blue    GG    [C]  —  dimethylamine  +  Meldola's    blue    and 
oxidation 

\       N 


Nile  blue  A  [B]— nitrosodiethyl-?)i-amidophenol  +  a-naphthylamine 
\      N 
I       I       I       I  +     (SOJi 

Nile  blue  2B  [B] — nitrosodiethyl-??i-amidophenol  +  benzyl-a-naphthylaniine 

\      N 


CeHsCHi-HN/^/ '^\/"^N(C,>H5)o01 
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Muscarine  [DH] — nitrosodimethylaniline  +  2:7  dioxynaphthalene 
-\      N 


H0<"\      ^ 


^    \/   ^■N(CH3),C1 

Alizarine    green    G    [D]  —  y8-naphthoquinone    sulphonic    acid  +  1  -  amido- 
2-uaphthol-6-sulphonic  acid 

so3h/"\     ^ 


O    OH    " 

Alizarine    green    B    [D]  —  ^-naphthoquinone    sulphonic    acid  +  2  -  amido- 
l-naphthol-4-sulphonic  acid 

SO3H 


\_/\/\/^_X 


O  OH     " 


Fast  black  [L]  — nitrosodimethylaniline  +  w2-oxydiphenylamine 

N  N 

/\/\x\/\/\ 


Cl(OH3)2N^\/Y'        V^^'^N(CH3)C1,         ? 
I 

(4)  Indamines. 

The  dyestviffs  of  this  group  belong  to  the  oldest  of  the  artificial  colouring 
matters,  some  of  them  having  been  formed  by  Runge  and  Perkin  in  their 
experiments  on  the  oxidation  of  aniline. 

They  are  mainly  interesting  as  intermediate  products  in  the  manufacture  of 
the  Eurhodines  and  Safranines. 

The  simplest  Indamine  is  Phenylene  blue 

N 


H2N/  \/,,     y  ^NH 

(base), 
which  can  be  prepared  by  the  oxidation  of  a  mixture  of  j>phenylenediamine  and 
aniline 

I      J  +     I       j  +  0.3    ->  I       I        I       J  +  2H2O 

HgN^^^  \/\nh2  H,n/\/        "^'"^NH 

Indamines  can  also  be  prepared  by  replacing  the  ^-phenylenediamine  in  the 
labove  reaction  by  such  bodies  as  nitrosodimethylaniline 

/]sr(CH,)2  (!) 

\N0  (4) 
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and  dichlorquinonimide 

/NCI 
-NCI 

which  yield  p-diamines  on  reduction. 

The  dyestuffs  of  this  group  are  not  of  any  technical  importance.  Two, 
however,  possess  theoretical  interest  owing  to  their  close  relationship  to  the 
Eurhodines  and  Safranines. 

Bindschedler's  green — dimethyl-p-phenylenediamine  +  dimethylaniline 

N 


(0H3),N^\/        \/"^N(CH3)2Cl 
and  Toluylene  blue  (Witt) — dimethyl-p-phenylenediamine  +  m-toluylenediamine 

N 

,/\/\/\f,TT 

I        I         I        \^^z 

(CH3),N\/^/X^^^^^^^ 

which  is  of  considerable  theoretical  importance,  since,  on  heating  with  water,  it 
passes  into  the  Eurhodine,  Neutral  red. 

Similarly,  ^-phenylenediamine  and  m-toluylenediamine  yield  the  Indamine 

which,  on  boiling  with  water,  gives  the  Eurhodine,  Toluylene  red  (see  below). 


(5)  The  Azine  Group. 

The  Azine  dyestuffs  may  be  regarded  as  derivatives  of  phenazine 
N  N 

!       I  or  1      J       I       I 

N  N 

and  comprise  (a)  the  Eurhodines,    {h)    the  Aposafranines,    (c)   the  Safranines, 
(d)  the  Indulines  and  Nigrosines. 

{a)  The  Eurhodines. — These  dyestuffs  are  amido-derivatives  of  phenazine, 
and  their  constitution  has  been  determined  in  the  following  way  : — 

Phenazine  was  obtained  by  Merz  and  Ris  by  condensing  pyrocatechol  with 
o-phenylenediamine 

N 


OH  H^N, 


i-OH      ^        tt'-ktI       J    +    O        ->        I       I        J.      J  +   3H2O 


N 


(pyrocatechol).  (o-phenylenedianiine).  (phenazine). 
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In  the  same  way  they  prepared  methylphenazine 


N 


N 

from  pyrocatechol  and  o-toluylenediamiue. 

Now  the  Toluylene  red  mentioned  above  was  found  by  Bemthsen  and 
Schweitzer  (Ann.,  1886,  ccxxxvi.  332)  to  give  the  same  methylphenazine  on 
eliminating  its  two  amido-groups. 

It  must  therefore  be  a  diamidomethylphenazine  of  the  formula 


mn^^ 


N 


N 


jCHg 


and  its  formation  from  the  Indamine  can  be  represented  by  the  following  scheme: — 


NH 

J         I         I        f'^s        +       ( 

H2N 

(The  Indamine  (leuco-compound)). 


NH 


NH 


"iCHg 
'NH2 


+  H3O 


(Toluylene  red  (leuco-compound)). 


H<,N 


v!,+o 

N 


N 


1CH3 
NHa 


HjO 


(Toluylene  red  (base)). 


In  the  same  way  the  Neutral  red  [C],  mentioned  above  as  having  been  prepared 
from  Toluylene  blue,  has  the  formula  (Ijase) 


(CH3)2N^ 


N 


N 


iCHa 
'NH2 


The  only  other  Eurhodine  of  importance  is  Neutral  violet  [C],  prepared  by  the 
oxidation  of  a  mixture  of  j9-amidodimethylaniline  and  ??i-phenylenediamine. 
It  has  the  formula  (base) 


(CH.,),Nx 


N 


N 


NH, 


The  Aposafranines,  Safranines,  and  Indulines  diiFer  from  the  Eurhodines  in 
that  one  of  the  nitrogen  atoms  of  the  phenazine  molecule  is  combined  with 
another  benzene  or  naphthalene  ring.    '- 

The  Aposafranines  are  monoamido-derivatives  or  monohydroxy-derivatives. 
The  Safranines  are  diamido-  and  the  Indulines  tri-  or  tetraamido-derivfitives  of 
the  phenazine  so  substituted. 
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Constitution  and  History  of  the  Aposafranines  and  Safranines. 

Substances  belonging  to  the  group  of  the  Safranines  are  among  the  oldest  of 
the  coal-tar  colouring  matters,  since  Mauveine,  the  first  artificial  dyestuff 
prepared  (Perkin,  Proc.  B.S.,  xxxv.  717),  belongs  to  this  groiip. 

From  the  mother  liquors  from  Mauveine,  Perkin  (Chem.  Ne'ws,  1861,  iii. 
348)  isolated  a  red  dyestuff,  to  which  he  gave  the  name  Pink  (Chem.  News,  1869, 
xix.  181),  and  which  he  suggested  (ibid.,  1870,  xxii.  80)  might  be  identical  with 
Safranine. 

The  first  technical  production  of  Safranine  under  this  name  was  carried  out 
under  the  French  patents  ^  of  Felix  Duprey  in  18G5,  but  without  success;  and 
it  was  not  until  1868  that  Lotz,  of  Basle,  produced  it  in  any  quantity  under  the 
name  of  Saflflorsurrogat. 

The  first  technical  production  of  Safranine  in  Germany  was  carried  out  by 
Caro,  who  at  first  employed  the  Duprey  method,  but  subsequently  adopted  that 
discovered  by  Nietzki,  which  consisted  in  heating  j?-toluidine-azo-o-toluidine  and 
o-toluidine-azo-o-toluidine  in  acetic  acid  solution  together  with  a  small  quantity 
of  nitric  acid,  on  the  water-bath. 

In  1877  Witt  (Ber.,  x.  874)  published  a  constitutional  formula  for  Safranine, 
based  upon  the  fact  that  it  could  be  prepared  by  heating  am idoazo toluene  with 
o-toluidine  in  alcoholic  solution. 

The  equation  representing  the  reaction  he  gave  as  follows : — 


H 

Hi 


:::::::::::::::::  ^N[i]C6H,[2]CH3 

H       ^ 

CeH3V->--VH 

K4)  NH, 
(amidoazotoluene).  (o-toluidine). 

II 

r(i)N 

C,Il3-^  (3)  CH^  I 

l(4)NH.,J 
(Safrnnini' 


N[l]CeHa2]CH3 


And  a  similar  azo-formula  for  this  substance  was  proposed  in  1879  by  Perkin 
(J.aS.,  1879,  xxxv.  717). 

The  incorrectness  of  these  formulae  was  shown  by  the  discovery  by  Witt 
in  1878  of  phenosafranine,  which  he  prepared  by  the  oxidation  of  a  mixture 
of  ^;-phenylenediamine  and  aniline ;  and  it  was  subsequently  found  that  the 
Safranines  are  formed  by  the  joint  oxidation  of  1  mol.  of  a  ;)-diamine  with  2  mols. 
of  a  monamine. 

The  first  insight  into  the  true  constitution  of  the  Safranines  was  afforded 
by  Nietzki,  who  prepared  a  Safranine  by  the  oxidation  of  equal  molecules  of 
diethyl-p-phenylenediamine  and    aniline,    whereby    the    existence    in    Safranine 

1  The  methods  consisted  in  (1)  oxidising  Mauveine  with  barium  peroxide  ;  (2)  heating  Aniline 
in  acetic  acid  solution  with  lead  nitrate. 
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of  two  monoamine  radicles  with  their  benzene  rings  attached  to  nitrogen  became 
probable. 

Nietzki  also  prepared  a  tetraethyl  safranine  which  supplied  further  evidence 
of  the  presence  of  two  amido-groups  in  the  safranine  molecule. 

He  then  gave  this  dyestuff  the  following  formula,  in  which  a  relationship  to 
/)-rosaniline  is  indicated  : — 


H.2N  -  C6H4.        /CgHj 
N-aH/     ^N 


H.; 


H.,N-CeH,  CfiH, 

>C<  ! 

/\ 
H    CI 

(Rosaniline  hydrochloride). 


H    CI 

(Safranine  hydrochloride). 

Leuco-safranine  (prepared  from  Safranine  on  reduction)  he  considered  to  be 
triamidotriphenylamine 

/CeH.NH, 

N^  CfiH^NILj 
NCeH.NH., 

The  incorrectness  of  these  formulae  soon  became  apparent,  however,  when 
it  was  found  that  phenosafranine  had  the  empirical  formula  C^gH^^N^HCl,  or 
two  atoms  of  hydrogen  less  than  that  assumed  by  JS^ietzki. 

The  next  step  in  the  solution  of  this  problem  was  taken  by  Witt  {Ber.^ 
1885,  xviii.  1119),  who  found  that  by  the  condensation  of  amidoazotoluene 
(from  ^-toluidine)  with  a-naphthylamine  hydrochloride  a  yellow  compound, 
closely  allied  to  the  Safranines,  was  formed,  and  not  a  complicated  Induliiie 
dyestuff,  such  as  was  produced  from  other  primary  amines. 

He  further  found  that  similar  compounds  were  also  formed  when  other 
amidoazo-compounds  containing  the  amido-group  in  the  or^/io-position  to  the 
azo-group  were  heated  with  a-naphthylamine. 

The  compounds  so  produced  Witt  called  Eurhodines,  and  for  the  compound 
formed  from  amidoazotoluene  and  a-naphthylamine  he  proposed  the  formula^ 


CH 


About  this  time  the  work  of  Merz  and  Ris  on  phenazine,  already  referred  to, 
was  published,  and  therefrom  resulted  the  elucidation  of  the  constitution  of 
Toluylene  red  by  Eernthsen  and  Schweitzer.  These  facts,  together  with  the 
discovery  of  the  close  relationship  between  the  Indamines  and  Safranine  on  the 
one  hand,  and  on  the  other  the  analogy  between  Toluylene  red  and  Safranine, 
led  Bernthsen  (Ber.,  1886,  xix.  2691)  to  the  assumption  that  the  leuco- 
compound  of  phenosafranine  was  formed  by  the  interaction  of  equal  molecules 
of  ^-diamidodiphenylamine  and  aniline,  and  that  its  formation  could  be 
represented  by  the  following  equation : — 


NH 


H2NI 


NTH 


INH2 


H2N 


NH2 


+     4H 
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For  the  dyestufF  which  is  prepared  by  the  oxidation  of  the  leuco-base  and 
subsequent  conversion  into  the  salt,  lie  proposed  two  formulae  : — 


CIHHN 


and 


HoN' 


N 


N. 


NHo 


I  \ci 


II. 

Formula  I.  does  not  give  the  two  amido-groups  which  are  assumed  to  be 
present  in  Safranine,  and  therefore  formula  II.  alone  suffices  to  explain  its 
constitution. 

Against  this  formula  Nietzki  {Ber.,  1886,  xix.  3164)  argued  that  it  did 
not  explain  the  existence  of  two  isomeric  dimethylsafranines,  which  he  had 
prepared,  and  found  to  be  different  by  a  close  examination  of  their  crystalline 
form  and  solubility. 

Bernthsen  {Ber.,  1887,  xx.  179)  examined  these  dimethylsafranines,  and  also 
came  to  the  conclusion  that  they  were  different.  He  therefore,  with  Nietzki, 
adopted  an  asymmetrical  formula  proposed  by  Witt  {Ber.,  1886,  xix.  3121) : — 


N 


N 


iNH., 


\/^\ 


N 


H.,N' 


Wh2 


\, 


01 


(Witt's  formula). 


I  ^01 


(Bernthsen's  formula). 


The  formation  of  the  Safranine  of  this  formula  from  di-^-amidodiphenylamine 
and  aniline,  Witt  explained  by  the  following  equation : — 


NHa 
H 


NH 


NH^ 


HN 

I 


NH, 


(aniline),    (?)-diamidodiphenylamine). 


NHo 


NHj 
(leucosafranine). 


For  some  time  the  asymmetric  formula  was  accepted  as  correct,  until  Korner 
and  Schraube  showed  that  it  had  been  founded  upoTi  an  error,  and  that  the  two 
isomeric  dimethylsafranines  of  Nietzki  were  in  reality  identical. 

This  led  to  the  readoption  of  the  symmetrical  formula,  wliich  has  since  been 
verified  by  a  number  of  experimental  facts. 

In  1888  Witt  {Ber.,  xxi.  719)  published  some  experiments  which  clearly 
indicate  the  close  relationship  between  the  Eurhodines  and  the  Safranines. 
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If    nitrosodimethylaniline    is    condensed    with   /:^-naphthylamine,    dimethyl- 
phenylnaphtheurhodine  is  produced  according  to  the  equation 


NO 


NHL, 


+        2  111-^     3H2O      + 


N 


N 


:> 


(a  Eurhodine). 

If,  however,  the  /3-naphthylamine  is  replaced  by  a  secondary  base  derived 
from  it,  a  Safrauine  is  produced  according  to  the  equation 


NO 


(a  Safranine). 

Other  investigations  on  the  constitution  of  Safranine  have  more  recently 
been  published  by  Kehrmann  and  Messinger  (Ber.,  1891,  xxiv.  584,  2167), 
Kehrmann  (ibid.,  1894,  xxvii.  3349),  Jaubert  (ibid.,  1895,  xxviii.  270,  508, 
1581;  1896,  xxix.  414),  Nietzki  (ibid.,  1895,  xxviii.  1354;  1896,  xxix.  1442), 
0.  Fischer  and  Hepp  (ibid.,  1893,  xxvi.  1195,  1655;  1895,  xxviii.  2283; 
1896,  xxix.  361  ;  Ann.,  1895,  cclxxxvi.  211),  and  0.  Fischer  (Ber.,  1896, 
xxix.   1870). 

The   main   object  of   these   researches  was  to  determine  which  of  the  two 
following  formulae  represented  the  constitution  of  Safranine  chloride : — 
N  N  N 


H.,N' 


NH2 


'NH2 


C1H.HN 


II. 

One  of  the  chief  points  which  had  to  be  explained  was  the  following : — 
Safranine  readily  yields  a  diazo-salt  with  nitrous  acid,  which,  on  boiling  with 

alcohol,  gives  Aposafranine,  a  substance  which  does  not  react  with  nitrous  acid 

under  ordinary  conditions,  and  therefore  presumably  does  not  contain  a  primary 

amido-group. 

This  behaviour  can  only  be  explained  on  the  assumption  that  formula  II. 

represents  the  constitution  of  Safranine 


HN 


NH., 


HN 


(Safranine). 


138  SYNTHETIC    DYESTUFFS. 

Similar  behaviour   is    exhibited  by  the   corresponding  hydroxyl  derivatives 
Aposafranole  and  Safranole 

N  N 


\. 


OH 

O^  V  V   \/  o 

I 

(Safranole).  (Aposafranole). 

In  Safranole  only  one  hydroxyl  group  can  be  detected,  and  in  Aposafranole 
none  at  all. 

0.  Fischer  and  Hepp,  however,  prepared  certain  chlorine  derivatives  from 
Aposafranole  and  Safranole,  the  formation  of  which  can  only  be  explained  on  the 
assumption  that  these  substances  have  the  orthoquinoid  structure  represented 
by  formula  I,  Kehrmann  also  showed  that  Aposafranine  could  be  diazolised 
by  dissolving  it  in  concentrated  sulphuric  acid,  and  treating  the  green  solution 
thus  formed  with  nitrous  acid. 

On  boiling  this  diazo-salt  with  alcohol  he  obtained  an  azonium  base — phenyl- 
phenazonium 

N  N 


N 
CeHg  OH  CgH,  OH 

This  behaviour  of  Aposafranine  seems  to  indicate  that  at  any  rate  in  con- 
centrated sulphuric  acid  solution  it  contains  a  primary  amido-group,  and  that 
therefore,  under  these  conditions,  it  possesses  an  orthoquinone  structure ;  and 
these  considerations,  taken  in  conjunction  with  those  already  mentioned,  would 
seem  to  show  that  Safranine  can  react  either  as  a  para-  or  as  an  ortho- 
quinone  derivative,  according  to  the  nature  of  the  reaction  involved. 

In  the  case  of  diamidoeurhodines,  both  amido-groups  are  readily  diazotisable,  and 
therefore  there  is  no  reason  to  assume  a  jsaraquinone  structure;  but,  as  Kehrmann 
has  shown  by  the  following  experiments,  they  also  appear  to  react  in  two  forms. 

Kosinduline  is  formed  from  phenyl-o-phenylenediamine  and  oxynaphtho- 
quinoneimide 


'\  =  0  H,N- 

J.    /'-OH         HN-i       J 
HN^\/  I        \/  HN 


N 


+   2H..O 


N 


C«H, 

(Kosinduline). 

If    the    piienyl-o-phenylenediamine    is    replaced    by    o-plienylenediamine,    a 
Eurhodine  is  formed 


■H.W^^  ^    \/  HN^ 

H 

(a  Eurhodine). 
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From  these  experiments,  therefore,  the  Enrhodines  would  appear  to  be 
7>-quinoue  derivatives. 

Kehi'mann  and  Messinger  attempted  to  decide  this  question  by  methylating 
a  Eurhodole  of  the  formula 


The  methyl  ether  formed  would  then  have  either  the  formula 


<: 

CH,0' 


N 


N 


and,  if  the  latter,  it  would  be  identical  with  the  Eurhodine  prepared  by  the  con- 
densation of  oxynaphthoquinone  with  methyl-j)-phenylenediamine 


o^~\/ 


=  0 
—OH 


Hn! 


N 


ck 


"  N 


CH, 


Kehrmann  and  Messinger  found  that  two  methyl  ethers  are  formed  by  the 
methylation  of  the  above  eurhodole,  and  one  of  them  is  identical  with  the 
methyleurhodole  obtained  by  the  condensation  given  above. 

Therefore  the  Eurhodines,  like  the  Safranines,  appear  to  be  desmotropic 
substances. 


(b)  The  Aposafranines. 

These  dyestuffs  are,  as  already  mentioned,  monoamido-  and  monohydroxy- 
derivatives  of  phenyl-  or  naphthylphenazine. 

Many  of  them  are  prepared  by  melting  together  a  mixture  of  an  amidoazo- 
compound  with  a  primary  base  and  its  salt,  and  an  explanation  of  this  process 
will  be  given  under  the  head  of  the  Indulines. 

The  two  following  dyestuffs  belong  to  this  group  :  — 

Azocarmine  G  [B]  is  prepared  by  fusing  aniline-azo-a-naphthylamine  +  aniline 
+  aniline  hydrochloride  and  subsequently  sulphonating  with  fuming  sulphuric 
acid. 

It  is  the  sodium  salt  of  phenylrosinduline  disulphonic  acid 


CHjN 

CeHs 
(  Phenylrosinduline). 
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Azocarmine  B  [B]  is  the  sodium  salt  of  phenylrosinduline  trisulphonic  acid, 
made  by  the  further  treatment  of  phenyh-osinduhne  with  fuming  sulphuric  acid. 

On  treating  this  trisulphonic  acid  with  water  at  160-180°,  it  is  converted  into 
Rosinduline  2G  [K],  which  is  the  sodium  salt  of  a  rosindone  monosulphonic  acid 


CeHg 

(Rosindone). 

Another  sulphonic  acid  (sodium  salt),  namely,  Rosinduline  G  [K] 
NaOoS. 


is    prepared   by   heating   phenylrosinduline-6-(naph.)-monosulphonic  acid    with 
water  under  pressure. 

These  dyestuffs  are  important  acid  wool  dyes. 

Neutral  blue'[0] — nitrosodimethylaniline  +  phenyl-/3-naphthylamine — is 


C1(CH3)2N' 


and    its  derivatives,   Basle  blue  R  [DH]  —  nitrosodimethylaniline  +  2  :  7-dit6lyl- 
naphthylenediamine 

NH.C8H4.CH3 


C1(CH3)2N' 


and    Azine    (jreen  GB    [L] — nitrosodimethylaniline  +  2  :  6-diphenylnaphthylene- 
diamine 

NH.C„Hg 

N      I       i 


■C1(CH.0.,N^ 
are  important  tannin  cotton  dyes. 


N 

I 
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The  sulphonic  acids  (godium  salts)  made  by  the  sulphonation  of  these  dye- 
stuffs  are  known  as  Basle  blue  S  [DH]  and  Azine  green  S  [L]  respectirely. 
To  this  group  also  belongs  InduUne  scarlet  [B] 


CIH.HN 


made  by  melting  the  azo-derivative  of  monoethyl-p-toluidine  with   a-naphthyl- 
amine  hydrochloride. 

(c)  The  Safranines. 

These  dyestuffs  are  the  diamido-derivatives  of  phenyl-  or  naphthylphenazine 
They  can  be  prepared  : — 

(1)  By  the  oxidation  of  an  Indamine  (or  of  the  basic  mixture  that  would  yield 
an  Indamiue)  and  a  monamine ;  that  is  to  say,  by  the  oxidation  of  2  mols. 
of  a  monamine  and  1  mol.  of  a  paradAdiUnuQ  under  the  following  conditions  : 
(a)  Only  one  amido-group  of  the  p-diamine  may  be  substituted. 
(h)  One  molecule  of  the  monamine  must  have  its  ^a?"a-position  free, 
(c)  The  other  molecule  of  the  monamine  must  be  primary.     The  preparation 
of  Safranine  (p.  260)  is  an  example  of  this  method. 

(2)  By  the  interaction  of  nitrosodialkylaniline  and  secondary  bases  derived 
from  m-phenylenediamine. 

An    example  of  this  method  is  Indazine  M  [C]  —  nitrosodimethylaniline  + 
diphenyl-m-phenylenediamine 

NO  NH2  N 

/\  /^  /\  x\/\/\      „^ 

3     I        i     +     2       2jj|        I       +   O2    -»         I        i  +2  j        t        1        I   +  2H2O 

CeHs 

(Indazine  (base)), 

a  blue  tannined  cotton  dyes  tuff. 

(3)  By  melting  certain  amidoazo-compounds  with  primary  bases  (see  p.  146). 
An  example  of  this  method  is  Milling  blue  [K]    (Naphthyl  blue) — aniline- 
azo-a-naphthylamine  +  a-naphthylamine  HOI  +  aniline 


(Sulphonated.) 
NHC«H, 


CfiHsN 


This  reaction  can  be  explained  by  assuming  the  decomposition  of  the  amidoazo- 
compound  into  bases  suitable  for  the  production  of  Safranines. 

Milling  blue  is  a  wool  dye,  and  is  affixed  to  the  fibre  by  the  aid  of  chromium 

salts. 


142 


SYNTHETIC    DYESTUFFS. 


riie  most  important  member  of  this  group  is  Safranine  T  [B] 


CH 


C1H.HN 


CH, 


Ho 


It  IS  made  by  the  oxidation  of  equal  molecules  of  p-toluylenediamine  and 
o-toluidine  to  the  Indamine,  which  is  converted  into  the  Safranine  by  oxidation 
with  aniline. 

It  is  also  sometimes  made  from  an  aniline  rich  in  o-toluidine  (aniline  oil  for 
Safranine),  and  from  the  basic  mixture  known  as  echa^^pes,  which  distils  over 
during  the  manufacture  of  Magenta. 

This  basic  mixture,  which  contains  large  quantities  of  o-toluidine,  on  treat- 
ment with  nitrous  acid  forms  the  azo-compound 


I! 

N- 


< 


NH2 


which  is  first  reduced  to  form  o-toluidine  and  ^-toluylenediamine,  and  then  these 
two  bases  are  oxidised  with  aniline  to  form  Safranine 


N  / 


H2N  -<(^NH, 


CH3 
HN' 


w 


CH3 

NH, 


(Safranine  (base)). 


Safranine  is  a  basic  dyestuff  well  adapted  for  dyeing  cotton  red  on  a 
tannin  mordant.  It  gives  characteristic  colorations  with  strong  sulphuric 
acid,  dissolving  to  form  a  green  solution,  which,  on  gradual  dilution,  passes 
through  blue  and  violet  to  red. 

When  treated  with  nitrous  acid  it  yields  a  diazo-salt,  which  on  combining 
with  ^-naphthol  gives  Indoine  blue  R  [B|,  an  important  dyestuff,  dyeing  both 
unmordanted  and  tannined  cotton  fast  indigo  shades  of  blue. 

Other  dyestuffs  of  this  group  are : — 

Fast  neutral  violet  B  [C]  —  nitrosodimethylaniline  -V  diethyl-m-phenylene- 
diamine 


NHC.H, 


C1(CH,),N^^  V   \/    \/ 
OoHs 
dyeing  taiiuiued  cotton  a  fast  violet  shade. 
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Methylene  violet  RRA,  3RA  [M] — oxidation  of  dimethyl-^-phenylenediamine 
+  aniline 


N 


C1(CH3).,N 


'NH.. 


I 


dyeing  tannined  cotton  red-violet. 

Siifranine   MN — oxidation  of  dimethyl-p-phenylenediamine  +  aniline  +  0-   or 
/?-toluidine  ;  for  example  : — 


C1(CH3).3N' 


^\y 


also  producing  red- violet  shades  on  tannined  cotton. 

Girojle  [DH] — nitrosodimethylaniline  +  a  mixture  of  m-  and  ^^-xylidine  ;   for 
example  : — 


N  CH, 


C1(CH3)2N^ 


N 

I 


^NH, 


3H, 


CH, 


dyeing  tannined  cotton  red-violet. 

Ameihyst  violet  [K] — oxidation  of  diethyl-jij-phenylenediamine-t-diethylaniline 
+  aniline 


C1(C^5).2N' 


^(C^Hg), 


dyeing  silk  violet  with  red  fluorescence. 

Mauveme — oxidation  of  aniline  containing  toluidine ;  for  example  :- 


C1.(C6H5)HN 


CH, 


NHo 


This  dyestuff  is  most  interesting  from  an  historical  point  of  view,  since  it 
was  the  first  artificial  dyestuff  prepared. 
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In  1856  Perkin  {Zeitschr.  f.  Ch.,  1861,  700)  attempted  to  prepare  quinine 
by  the  oxidation  of  allyltoluidine 

2C6H4(OH3)NH.  C3H5  +  03-^  C20H24N A + H^O 

but  obtained  instead  a  dark-coloured  precipitate.  A  similar  substance  was  also 
obtained  by  the  action  of  potassium  bichromate  on  aniline  sulphate,  which,  on 
closer  investigation,  yielded  a  violet  dyestuff,  which  Perkin  patented  in  England 
on  26th  August  1856,  and  proceeded  to  manufacture  on  the  large  scale,  under 
the  name  of  Mauve. 

Mauveine  is  now  little  used.  Until  quite  recently  it  was  employed  for 
printing  the  mauve  penny  postage  stamps  of  the  last  reign. 

The  constitution  of  Mauveine  is  shown  by  the  synthesis  of  phenomauveine 
from  nitrosoaniline  and  diphenyl-m-phenylenediamine  (Fischer  and  Hepp) 


H2N 


^NO 


H 


+  O  +  HOI 


HN 

I 


NH.C6H5 


h:,n- 


NH, 


NC«H,.HC1 


f   2H2O 


(Phenomauveine). 


Metaphenylene   blue   B    [C] — nitrosodimethylaniline  +  di-o-tolyl-m-phenylene- 
diamine 


N 


CH-N 


N 


-N(CH,), 


C7H7 

dyes  tannined  cotton  Indigo  blue. 

Naphthazine    blue    [D]    [M]  —  nitrosodimethylaniline  +  ^-dinaphthyl  -  m- 
phenylenediamine  disulphonic  acid 


CioH^N' 


N 

I 

C10H7 

(base) 


N(CH3), 


is  a  blue  acid  wool  dye. 

Magdala  red — a-amidoazonaphthalene  +  a-naphthylamine  ;  hases . 


HN 


and 


NH, 


HN 


CifyHy 


is  used  in  silk  dyeing 


i 
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Naphthyl  red  [K]  and  Naphthyl  blue  [K]  are  two  silk  dyestuffs  which  are 
sodium  salts  of  suiphonated  rosindulines  similar  to  Naphthyl  blue  described 
above. 

They  are  the  sulphonic  acids  of  the  bases 


\J}\^\/\_} 


I       I       I       I 
(Naphthyl  red.)  (Naphthyl  violet.) 


(d)  The  Indulines  and  Nigrosines. 

Under  the  names  Induline,  Fast  blue,  Nigrosine,  Bengaline,  etc.,  a  group 
of  blue,  violet,  grey,  and  black  dyestuffs  have  been  known  almost  from  the 
commencement  of  the  coal-tar  industry. 

Some  are  insoluble  in  water,  and  these  are  hydrochlorides  or  sulphates  of  the 
Induline  bases ;  others  are  soluble,  and  are  the  sodium  salts  of  the  sulphonic 
acids  made  by  the  sulphonation  of  these  bases. 

In  general  those  dyestuffs  which  are  prepared  by  Caro's  method,  namely,  by 
heating  a  mixture  of  an  azo-compound  with  aniline  and  aniline  hydrochloride, 
are  termed  Indulines. 

The  term  Nigrosine  is,  at  the  present  time,  applied  to  those  dyestuffs  which 
are  prepared  from  nitrobenzene  or  nitrophenol. 

Indulines  from  amidoazobenzene. — The  first  Induline  was  prepared 
by  Dale  and  Caro  (Engl.  Pat.  3307,  1863)  by  heating  aniline  hydrochloride  with 
sodium  nitrite,  and  was  manufactured  under  this  name  by  Roberts,  Dale  &  Co., 
of  Manchester,  in  1864. 

It  soon  became  apparent  that  this  dyestuflf  was  in  reality  formed  by  the 
interaction  of  aniline  hydrochloride  and  amidoazobenzene  formed  from  the 
aniline  hydrochloride  and  sodium  nitrite,  and  its  mode  of  production  was 
scientifically  investigated  by  Martius  and  Griess  (Zeitschr.  f.  diem.,  1866, 
S.  136)  and  A.  W.  Hofmann  and  Geyger  {Ber.,  1872,  v.  472).  These  chemists 
found  that  on  heating  equal  molecules  of  amidoazobenzene  and  aniline  hydro- 
chloride together  with  alcohol,  in  a  sealed  tube  at  160°,  the  simplest  Induline 
(Azodiphenyl  blue),  CjsHgNg.HCl,  was  formed. 

Azodiphenyl  blue  was  then  manufactured  on  the  large  scale  by  heating 
together  amidoazobenzene  and  aniline  hydrochloride  in  a  solution  of  aniline. 

The  nature  of  this  reaction  was  further  investigated  by  Witt  and  Thomas 
{J.O.S.,  1883,  i.  112;  Ber.,  1883,  xvi.  1102),  who  found  that  the  first 
product,  formed  by  heating  the  mixture  at  100°,  was  azophenine  (dianilido- 
quinonedianilide) 

NCeH, 
II 


TO 


a  substance  previously  prepared  by  Kimich  (Ber.,  1875,  viii.  1028). 
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On  heating  the  mixture  at  130°  this  product  disappears,  being  converted  into 
Induline  B  (Azodiphenyl  blue)  and  Induline  3B — C3QH23N5.HCI — and  under 
certain  conditions  defined  by  Witt  and  Thomas  (D.P.  17,340),  a  much  bluer 
Induline — Induline  6B — is  formed. 

The  constitution  of  the  base  of  Induline  3B  has  been  determined  by  Fischer 
and  Hepp  (see  next  paragraph)  as 

N 


C«H,HN| 


C«H,N 


NH., 


The  mode  of  formation  of  dyestuffs  from  amidoazo-compounds. 

— 0.  Fischer  and  Hepp,  Ann.,  1890,  cclvi.  233;  1891,  cclxii,  237;  1891, 
cclxvi.  256;  1893,  cclxxii.  306;  1895,  cclxxxvi.  187;  Ber.,  1887,  xx.  2479; 
1888,  xxi.  676,  2617;  1890,  xxiii.  838;  1892,  xxv.  2731;  1893,  xxvi. 
1655  ;  1895,  xxviii.  2289  ;  1896,  xxix.  361. 

By  the  interaction  of  the  hydrochloride  of    4-nitrosoethyl-a-naphthylamine 
and  aniline  in  acetic  acid  solution,  there  is  formed  1:2:  4-trianilidonaphthalene 

NH.CbH, 
,NHC«H, 


NH-aH. 


This  substance,  on  oxidation  with  HgO  in  benzene  solution,  is  converted 
first  into  2-anilidonaphthoquinone-l  :  4-dianil 


N.CM. 


-NH.aH 


NC«H. 


and  then  into  phenylrosinduline  (Azocarmine  G  base). 


C«H.N 


(Phenylrosinduline). 


The  same  dyestuff  is  also   formed  (see  p.    139)  by  melting  aniline-azo-a- 
naphthylamiue  with  aniline  and  aniline  hydrochloride. 
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This  formation  can  be  explained  in  the  following  manner : — 
(1)  The  amidoazo-compound  reacts  in  its  hydrazone  form 
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(azo-form). 


(hydrazone  form). 


(2)  An   interchange  in  positions   between  a  hydrogen  of  the  ring  and  the 
anilido-group  takes  place 

/\ 

I       I 


(hydrazone  form). 


HN 


NH.CsHg 


(anilidonaphthoquinonediimide). 


Other  instances  of  a  molecular  transformation  of  this  kind  are  known. 

Thus,  benzene-azo-a-naphthol,  on  heating  for  eight  hours  with  glacial  acetic 
acid,  is  converted  into  2-anilidonaphthoquinone  together  with  a  small  quantity  of 
2-anilidonaphthoquinone-l-imide 


N:NaH, 


N  -  NHC«H, 


il 


,NH.C«H, 


O 

II 


{im.c^. 


OH 


benzene-azo-a-naphthol  (hydrazone  (•2-anilidonaphthoquinone-         (2-anilidonaphtho- 

(azo-form).  form).  1-imide).  quinone). 

(3)  The  formation  of  the  phenylrosinduline  then  takes  place  as  follows : — 


T       ■■ :    NHaiCfiH^H 

CfiHs 


aH,N 


.     ..N.CeH^H 
Y  +2NH3 

I— NH 

I 


(2  mols.  aniline), 


and 


/\ 


NCfiH, 


I.    u 


C«H.N 


NH 

I  '■ 

CrHs 


+  0 


+   h,o 


CeHjN^  V    ^ 


CeH^ 

(Phenylrobiuduline). 
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If  the  above  method  of  forming  phenyl rosinduline  be  modified  by  heating 
benzene-azo-a-naphthylamine  with  aniline  and  alcohol  under  pressure,  the 
simplest  rosinduline  of  the  formula 


HN 


CfiHi; 


(Rosinduline), 

is  formed ;  and  when  this  is  heated  with  concentrated  hydrochloric  acid  under 
pressure,  the  corresponding  rosindone  is  produced 


(Rosindone  (see  Rosinduline  2G)), 
and  the  substance,  on  distillation  with  zinc  dust,  yields  a-naphthophenazine 


N 


(a-naphthophenazine). 

These  facts,  taken  in  conjunction  with  the  synthesis  of  rosinduline  by 
Kehrtnann  and  Messinger  (Ber.,  1891,  xxiv.  587)  from  oxynaphthoquinoneimide 
and  phenyl-o-phenylenediamine 


o    h.:n^. 


NH 


/\/' 


uh:  hn 

I 


XH 


+   2H,0 


and  of  rosindone  from  oxynaphthoquinone  and  phenyl-o-pheiiylenediamine 


o/V 


H,iN/\ 


OH     HN^ 

I 


"  N 


+  2H2O 


h 


clearly  show  that  the  rosindulines  are  derivatives  of  4-naphthoquinone-l-imide, 
and  that  the  indulines  are  similar  derivatives,  containing  further  amido-  or  sub- 
stituted amido-groups. 
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Fast  blues  (spirit  soluble). — Under  this  name  a  number  of  dyestuffs  are 
found  in  commerce  distinguished  by  the  affix  R  or  B,  according  to  the  nature  of 
their  shade. 

They  are  prepared  by  heating  together  amidoazobenzene  and  aniline  hydro- 
chloride for  a  more  or  less  prolonged  period.  The  longer  the  heating  is 
continued,  the  bluer  is  the  dyestuff  produced. 

For  the  most  part  they  are  used  as  pigments,  but  also  find  application  in 
solutions  of  ethyl  tartaric  acid,  laevulinic  acid,  or  acetine  (prepared  by  the 
action  of  acetic  acid  upon  glycerine),  for  the  purpose  of  printing  upon  cotton. 

Under  these  conditions  they  are  known  in  commerce  as  Printing  blue  [A], 
Acetine  blue  [B],  and  Lsevuline  blue  [M],  etc. 

Fast  blues  (soluble). — These  dyestuffs  are  the  sodium  salts  of  the  sulphonic 
acids  prepared  by  the  sulphonation  of  the  various  brands  of  Fast  blue  (spirit 
soluble). 

They  are  used  as  acid  dyes  for  the  dyeing  of  silk  and  wool,  and  are  also 
taunined  cotton  colours. 

NigTOSines  from  nitrobenzene. — Magenta  is  formed  by  the  oxidation 
of  aniline,  toluidine,  nitrobenzene,  and  nitrotoluene  in  the  presence  of  iron 
and  hydrochloric  acid.  Under  precisely  the  same  conditions  Nigrosines  are 
produced  from  aniline  and  pure  nitrobenzene. 

This  method  of  preparation  was  discovered  by  StJideler  in  1865,  who 
employed  2  mols.  of  aniline  hydrochloride  and  1  mol.  of  nitrobenzene,  and 
heated  the  mixture  to  230°. 

V.  Dechend  and  Wichelhaus  (Ber.,  1875,  viii.  1609)  investigated  this 
reaction,  and  found  that  by  heating  nitrobenzene  and  aniline  hydrochloride 
together  with  a  little  iron  chloride,  at  210°  in  a  sealed  tube,  a  base,  C^gHjjNg  ("?), 
was  formed  similar  in  properties  to  the  Azodiphenyl  blue  prepared  from  amido- 
azobenzene and  aniline  hydrochloride. 

The  same  base  is  formed  by  heating  together  azoxybenzene  and  aniline 
hydrochloride  in  a  sealed  tube  at  230°. 

Nigrosines  from  Nitrophenol.— The  formation  of  these  compounds  is 
brought  about  by  heating  crude  nitrophenol,  prepared  by  the  nitration  of  phenol, 
with  aniline  and  aniline  hydrochloride  at  180-200°,  until  a  test  portion  dis- 
solved in  alcohol  gives  the  required  shade  of  colour. 

The  Nigrosines  (spirit  soluble)  so  produced  are  converted  into  Nigrosines 
(soluble)  by  heating  with  fuming  sulphuric  acid  at  80°. 


Aniline  Black. 

Runge,  in  1834,  and,  later,  Fritzsche  (/.  j;r.  Chem.,  1840,  xx.  454)  noticed 
that,  by  the  oxidation  of  aniline  salts  with  chromic  acid,  dark  green  and  blue- 
black  compounds  were  produced,  and  in  1843  Fritzsche  (J.  pr.  Chem.,  1843, 
xxviii.  202),  by  treating  aniline  hydrochloride  with  potassium  chlorate,  obtained 
a  dark  indigo  blue  substance  containing  16  per  cent,  of  chlorine. 

Perkin  also,  in  1856,  obtained  a  dark-coloured  precipitate  by  the  oxidation 
of  aniline  sulphate  (containing  toluidine)  with  chromic  acid,  from  which  he 
extracted  Mauveine  (see  p.   144). 

It  was  subsequently  found  that  this  substance  could  be  obtained  by  the 
action  of  other  oxidising  agents  upon  aniline,  and  also  by  electrolysis  (Goppels- 
roder). 
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The  fact  that  the  empirical  formula  of  Aniline  black  is  (CgH5N)a; 
(Goppelsrdder,  Katjser,  and  Nietzki),  and  that  on  energetic  reduction  it  yields 
di-jj-diamidodiphenylamine,  would  seem  to  show  it  to  be  a  highly  complex 
induline.  Its  constitution,  however,  has  not  yet  been  definitely  determined. 
Mild  reducing  agents  convert  Aniline  black  into  a  leuco-compound,  and  when  it 
is  heated  for  several  hours  with  fuming  sulphuric  acid  it  yields  a  sulphonic 
acid  soluble  in  water  {Nietzki). 

The  action  of  sulphurous  acid  converts  Aniline  black  into  a  green  compound — 
Emeraldine,  which  can  be  considered  as  an  intermediate  product  in  its  production, 
since,  on  oxidation,  it  is  reconverted  into  the  black. 

Aniline  black,  except  as  a  pigment,  is  not  sold  in  the  finished  state,  but  is 
always  produced  upon  the  fibre. 

Owing  to  its  fastness  it  is  still  one  of  the  most  important  black  dyestufFs, 
especially  for  the  dyeing  of  cotton. 

The  analogous  compound,  prepared  by  Piria  from  naphthylamine,  known  as 
Naphthijlamine  violet,  is  of  no  practical  importance. 


CHAPTER  XIX. 
QUINOXALINE  DYESTUFFS. 

These  dyestufFs  are  derivatives  of  quinoxaliiie 

I    I      £2 

which  was  prepared  by  Hinsberg  by  treating  o-phenylenediamine  with  glyoxal 


N:H2    :  CH:0 

+  ■ 


NiHg   :  CH;0 


N=CH 
I— N=CH 


(o-phenylenediamine).  (glyoxal).  (quinoxaline). 

The  only  derivative  of  this  substance  which  is  at  present  of  any  technical 
importance  as  a  dyestutf  is  Flavindulme  [B] 

/\ 

I       I       X 


I      I    /      \ 

\yc^,  ci 

which  was  prepared  by  C.  Schraube  (E.P.  18,37493,  A.P.  543,7849^)  by  the 
action  of  o-amidodiphenylamine  on  phenanthraquinone  in  glacial  acetic  acid 
solution. 

The  commercial  product  is  an  orange-red  powder,  soluble  in  water,  which 
dyes  tannined  cotton  yellow. 

It  is  remarkable  that  this  dyestufF  contains  no  auxochrome  group. 


CHAPTER  XX. 
THIAZOL  DYESTUFFS. 

These  dyestufFs  contain  the  thiazol  ring 

^C  — S  \  • 
/C  — N^ 

and  are  derivatives  of  dehydrothiotoluidine. 

The  constitution  of  this  substance  has  been  determined  in  the  following  way  : — 
Merz    and    Weith    [Ber.^    iv.    393)    obtained  thiotoluidine  by  the  action  of 

sulphur  on  j?-toluidine  in  the  presence  of  lead  oxide  at  140° 

/CH3 

CH3  (1)  /         \nh, 

2C6H/  +     So        ->  S<  +113 

\NH,(4)  \  NH, 

\CH3 

Later,  Jacobson  (i?er.,  xxii.  333)  and  Gattermanu  {Ber.,  xxii.  424;  xxv.  1084) 
obtained  a  body  containing  4  atoms  of  hydrogen  less,  which  they  prepared  by 
heating  j)-toluidine  with  sulphur,  first  for  eighteen  hours  at  180-190°,  and  then 
for  a  further  six  hours  at  200-220°. 

This  substance  they  termed  dehydrothiotoluidine,  and  gave  it  the  formula 

CH3C6H3/    ')C.C6H,NH2 

since,  on  treating  it  with  nitrous  acid  and  boiling  with  absolute  alcohol,  it  was 
converted  into  benzenyl-3  :  4-amidothi©cresol 

which  Hess  {Ber.,  xiv.  493)  had  prepared  by  the  action  of  benzoyl  chloride  on 
4-amidothiocresol,  CH3.C,;H3(NH2)SH. 

The  lower  homologue,  benzenylamidothiophenol 

has  been  prepared  by  Hofmann  {Ber.,  xii.  2360;  xiii.  1223),  both  by  the  action 
of  sulphur  on  benzanilide. 

CgHgCONHCeHs     +     S        ->"        C^^i<^    J^O-C^^H.^     +     HjO 

and  by  heating  o-amidothiophenol  with  benzoyl  chloride. 
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Dehydrothiotoluidine  is  not  a  dyestuff,  but  if  a  higher  temperature  and  more 
sulphur  be  employed  in  its  preparation,  a  base  is  formed  which,  ou  sulphonation, 
yields  Frimuline  yellow,  a  dyestuff  discovered  bv  Green  in  1887  (J.S.C'.I.,  1888, 
vii.  179).  It  is  prepared  by  heating  2  mols.  of  ??-toluidine  with  4-5  atoms 
of  sulphur  at  200-280°,  and  subsequently  sulphonating  the  base  thus  formed  with 
fuming  sulphuric  acid. 

It  is  evidently  a  mixture  of  the  sodium  salts  of  the  monosulphonic  acids  of 
higher  dehydrothio-jj-toluidine  derivatives  with  some  of  the  sodium  salt  of 
dehydrothio-;>-toluidine  sulphonic  acid ;  for  example,  CagHj^N^OgS^Na 

/S .  /S . 

C(     >C«H3.C/      >C«H3.CH, 


"'•='W' 


S^  ,SO,N-a 

C.  C«H., 


'e^-'s^ 


NHo 


Frimuline  is  a  substantive  cotton  dye,  and  gives  on  this  fibre  a  very  pure 
shade  of  yellow,  which,  however,  owing  to  its  fugitive  character,  is  not  of  much 
technical  importance. 

It  can,  however,  be  diazotised  upon  the  fibre  and  developed  with  various 
second  components,  yielding  a  number  of  different  colours.  This  method  of 
producing  what  are  termed  tlie  Ingrain  colours  was  first  applied  to  Frimuline, 
and  has  since  been  adapted  to  many  of  the  azo-dyestufFs. 

The  diazo-salt  prepared  by  diazotising  Frimuline  is  extremely  sensitive  to 
light,  and  it  is  possible  to  obtain  photographic  impressions  upon  cotton  cloth  by 
its  means. 

Tlie  metliod  adopted  is  as  follows : — Cotton  cloth  is  dyed  with  5  per  cent. 
Frimuline  and  then  treated  with  nitrous  acid  (NaNOo  sol.  acidified  with  H.^SOJ, 
and  dried  in  the  dark  room. 

It  is  then  exposed  behind  a  positive  for  the  requisite  length  of  time,  when, 
on  developing  with  an  alkaline  solution  of  /i)-naphthol,  the  dark  portions  of  the 
positive  will  become  red,  while  the  light  parts  will  remain  uncoloured,  owing  to 
the  decomposition  of  the  diazo-salt  by  the  action  of  the  light. 

Other  dyestuffs  of  this  group  are  : — 

Thiojlavine  T  [C] 

I       j_^>-<_>-N^(CH3)3Cl 


prepared  (E.P.  6319^8,  U,884«8;  a.P.  412,978)  by  the  methylation  of  dehydrothio- 
^-toluidine  with  methyl  alcohol  and  hydrochloric  or  sulphuric  acid.  It  dyes 
tannined  cotton  a  greenish  shade  of  yellow. 

CJiloraynine  ijelloio  [By]  is  a  yellow  tannined  cotton  dyestuff  made  by  the 
oxidation  of  dehydrothiotoluidine  sulphonic  acid. 

Thiojlavine  S  [C]  is  prepared  by  the  methylation  of  Frimuline.  It  dyes 
tannined  cotton  canary  yellow. 

Mimosa  [G]  is  formed  when  the  diazo-compound  of  Frimuline  is  treated  with 
ammonia.     It  dves  unmordanted  cotton  golden  yellow. 

Chromin  G  [K]  is  related  to  Thioflaviue  S,  and  is  made  by  melting  equal 
molecules  of  dehydrothiotoluidine  with  sulphur,  methylating,  and  finally 
sulphonating  with  fuming  sulphuric  acid.  It  dyes  unmordanted  cotton  from  an 
alkaline  balh  lemon  vellow. 
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The  base  quinoline 


is  itself  not  adapted  for  the  preparation  of  dyestufFs,  but,  by  the  entrance  of 
hydrogen  atoms  into  the  nitrogen  ring  it  forms  tetrahydro-derivatives,  which 
will  combine  with  diazosalts  to  form  azo-compounds.  It  can  also  be  converted 
into  dyestufFs  of  the  triphenylmethane  series. 

Williams  in  1856  (E.P.  1090)  prepared  the  first  dyestufF  of  this  series — 
Gyanine  or  Quinoline  blue  [G]— by  the  action  of  caustic  alkalies  on  the  product 
of  the  reaction  of  amyliodide  on  a  mixture  of  equal  molecules  of  quinoline  and 
lepidine. 

Its  empirical  formula;  is  O29H35N2I.  This  dyestuff  is  not  used  in  dyeing, 
but  finds  application  in  the  colouring  of  orthochromatic  plates  for  photographic 
use. 

Quinoline  red  [A]  is  prepared  by  the  action  of  benzotrichloride  on  a  mixture 
of  quinaldine 

and  isoquinoline 


in  the  presence  of  zinc  chloride.  It  is  probably  a  triphenylmethane  derivative, 
and,  like  Cyanine,  is  used  for  the  production  of  orthochromatic  photographic 
plates. 

For  this  purpose,  mixed  with  Cyanine,  it  is  found  in  commerce  under  the 
name  of  Azaline. 

The  most  important  dyestufF  of  this  group  is  Quinoline  yellow  S  [A],  [B], 
[By],  which  is  the  sodium  salt  of  the  sulphonic  acid  made  by  the  sulphonation 
of  Quinoline  yellow  (spirit  soluble) — quinophthalone — with  fuming  sulphuric 
acid. 

It  is  an  acid  dyestufF  largely  used  in  the  dyeing  of  silk  and  wool. 

Quinoline  yellow  (spirit  soluble) — quinophthalone — is  prepared  by  the 
condensation  of  phthalic  anhydride  with  quinaldine  in  the  presence  of  zinc 
chloride 

O  O 


>9 

^C'=;0  +H2:HC 

N 
(phthalic  anhydride),  (quinaldine).  (quinophthalone). 


+     HjO 


CHAPTEK  XXII. 
INDIGO. 

Indigo  occurs  in  a  number  of  plants,  especially  species  of  Indigofera,  in  the 
form  of  a  glucoside  —  indican — which,  on  hydrolysis  with  acids,  is  decomposed 
into  Indigo  blue  (indigotine)  and  a  sugar,  indiglucine. 

This  dyestufF  has  been  known  from  the  earliest  times,  and  even  at  the 
present  day  is  the  most  important  of  all  the  colouring  matters. 

For  this  reason  it  has  been  the  subject  of  investigation  by  a  number  of 
chemists,  the  first  researches  being  published  between  1840  and  1848  by 
Erdmann,  Dumas,  Laurent,  Liebig,  and  Fritzsche. 

Between  1848  and  1883  a  number  of  constitutional  formulae  were  proposed 
for  indigo,  of  which  the  following  are  the  more  important : — 


Baeyer,  1868 


Strecker,  1868 


C6H4C2HN  \  C6H4C2HNOH  ^ 

(Indigo).  (Indigo  white). 


CO  .  /  CO  . 

NH^  >C  :  C<  >NH 


Emmerling  and  Engler,  1870 


E.  V.  Sommaruga,  1878 


N.CbH^COCH 

I  II 

N.C«HiCOCH 


CH  :  NC6H4C  -  O  CH  :  N  -  CgH^C  -  OH 

I                      II      I  I                         II 

CH  :  NCgHjC  -  O  CH  :  N  .  C6H4C  -  OH 

(Indigo).  (Indigo  white). 


E.  Baumann  and  F.  Tiemann,  1879 


.NH 


CeHa^C  :  CH 
CgHj,        C  :  CH 


\ 


NH 
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\NH  -  C  :  C/ 


V 


Baeyer,  1882 


0«H. 


(1) 
C 


N 

(2) 


0-0 

CH     CH 


N 

(2) 


0«H, 


and 


Baeyer,  1883 


H)  (1) 

C-O-O-C  ^^ 

\NH-C-C    NH/ 

(2)  (2) 


This  last  formula,  which  is  now  the  one  luiiversally  accepted,  was  arrived  at 
by  Baeyer  in  the  following  way  :  — 

Earlier  researches  had  proved  that  Indigo  gave  isatin  on  oxidation,  aniline 
when  distilled  with  potash,  anthraiiilic  acid 


CeH,< 


,C00H(1) 
^NH,     (2), 


when  fused  with  potash,  and  nitrosalicylic  acid  and  picric  acid  when  treated 
with  concentrated  nitric  acid.  These  researches  showed  that  in  indigo  at  least 
one  benzene  ring  must  be  present,  and  the  formation  of  anthranilic  acid  indicated 
the  presence  of  the  group 

.0  i 


OfiH,. 


N 


Baeyer  in  the  first  instance  attempted  to  reconvert  isatin  into  Indigo  by 
reduction,  and  in  this  way  in  1868,  in  conjunction  with  Knop,  prepared  dioxindol, 
oxindol,  and  indol  (Ann.,  1868,  cxlix.  1,  295). 

The  relationship  between  these  substances  is  shown  by  the  following 
empirical  formulse : — 


Indigo, 

C,H,NO  * 

Isatin, 

Cj,H.NO., 

Dioxindol,   . 

OgH-NO; 

Oxindol, 

CgH-NO 

Indol, 

• j._    i.1- -    J„j. 

*  This  was,  of  course,  previous  to  the  determination  of  tlie  vapour  density  of  Indigo  by  E.  v. 
Sommaruga  in  1879,  by  which  the  empirical  formula  was  shown  to  be  double  this,  i.e., 
CjgHioNaOg  {Ann.,  1879,  cxcv.  312). 
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In  1869  Baejer  and  Emmerling  {B&r.,  1869,  ii.  679)  synthesised  indol  by 
melting  crude  nitrocinnamic  acid  with  potasli  and  iron  filings,  and  in  1870  {Ber., 
1870,  iii.  517)  gave  it  the  formula 

(1) 
/CH  :  CH 

CeH/    ^ 

(2) 

In  the  same  year  these  chemists  also  succeeded  {Bei'.,  1870,  iii.  514)  in 
converting  isatin  into  Indigo  by  treating  it  with  phosphorus  trichloride, 
phosphorus,  and  acetyl  chloride,  and  allowing  the  intermediate  product  which 
is  first  formed  to  stand  in  contact  with  air. 

In  the  same  year  Emmerling  and  Engler  {Ber.,  1870,  iii.  885)  succeeded 
in  preparing  traces  of  Indigo  by  distilling  nitroacetophenone  with  zinc  dust  and 
soda  lime;  and  five  years  later  M.  Nencki  {Ber.,  1875,  viii.  727)  also  prepared 
it  by  the  oxidation  of  indol  with  ozone ;  the  yield,  however,  was  extremely  small. 

Seeing  that  a  close  relationship  existed  between  indol  and  Indigo,  Baeyer 
then  decided  to  attempt  the  synthesis  of  Indigo  by  starting  with  the  compound 
— o-nitrocinnamic  acid — from  which,  with  Emmerling,  he  had  succeeded  in 
synthesising  indol. 

The  following  equations  show  the  difference  in  empirical  constitution  between 
Indigo,  isatin,  and  o-nitrocinnamic  acid  :  — 

CsH^NO,  less  CO.3  and  H2O        ^  CgHsNO  * 

(o-nitrocinnamic  acid).  (Indigo). 

C9H-NO4  less  CO2  and  H2  -^  CgHsNOa 

(isatin). 

The  first  step  in  the  synthesis  of  isatin  would  be,  then,  to  remove  two  atoms 
of  hydrogen  from  o-nitrocinnamic  acid. 

This  Baeyer  effected  in  the  following  way  : — o-nitrocinnamic  acid  combines 
with  bromine  to  form  a-;8-dibrom-/3-o-nitrophenyl  propionic  acid 

/CH  :  CH.  COOH  /CHBr  -  CHBrCOOH 

\N0o  ^NOo 

Tw^o  molecules  of  hydrobromic  acid  can  be  removed  from  this  substance  by 
treatment  with  alcoholic  potash,  converting  it  into  o-niti'ophenyl  propiolic  acid 

/CHBr  -  CHBr.  COOH  /C^C  -  COOH 

CgH/  -      2HBr        ->        CgH/ 

^NOo  ^NOo 

This  important  body,  which  differs  from  isatin  in  containing  only  one  carbon 
and  two  oxygen  atoms,  and  from  Indigo  in  having  one  carbon  and  three  oxygen 
atoms  more,  was  converted  by  Baeyer  into  isatin  by  boiling  with  caustic  alkali, 
and  into  Indigo  by  heating  with  caustic  alkali  in  the  presence  of  a  reducing 
agent  (grape  sugar) 

C9H5NO4  less  CO.,  ->  CgHgNOa 

(isatin). 

CgHgNO^  less  CO.3  and  O        -^  CgHgNO  * 

(o-nitrophenyl  propiolic  acid).  (Indigo). 

*  See  footnote,  previous  page. 
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This  synthesis  was  effected  by  Baeyer  in  1880,  and  he  also  succeeded  in 
preparing  Indigo  from  o-nitrophenyl  propiolic  acid  in  the  following  way  (Ber., 
1882,  XV.  50)  :— 

o-nitrophenyl  propiolic  acid  is  converted  into  o-nitrophenylacetylene  on 
boiling  with  water 


C6H4<(' 


C=C.COOH  .C=CH 

NO,  ^NOo 


If  the  copper  compound  of  this  substance  is  oxidised  with  an  alkaline  solution 
of  potassium  ferricyanide,  di-o-nitrophenyldiacetylene  is  produced 

(1)  (1) 
CeH4<'  /C6H4 

\no2     o^n/ 

(2)  (2) 

which    on    treatment    with    concentrated    sulphuric    acid    yields    the    isomeric 
diisatogen,  and  from  this  Indigo  is  formed  on  reduction  with  ammonium  sulphide. 
This  synthesis  is  of  importance  as  showing  the  existence  in  Indigo  of  the 
carbon  chain 

CfiHg .  C  .  C  .  C .  C  -  CgHg 

The  synthetic  preparation  of  Indigo  from  o-nitrocinnamic  acid  is  protected  by 
patents  L). P.  11,857  and  D.P.  15,516,  and  a  method  of  printing  o-nitrophenyl 
propiolic  acid  (propiolic  acid  [B]),  together  with  sodium  xanthogenate  and 
borax  (D.P.  15,516),  was  also  at  one  time  largely  employed. 

But  the  yield  of  Indigo  by  this  method  is  not  satisfactory.  In  the  first 
place,  by  the  nitration  of  cinnamic  acid  only  a  small  proportion  of  the  ortho- 
nitro-derivative  is  formed,  and  although  this  is  increased  to  70  per  cent,  by 
nitrating  the  ester,  a  further  loss  on  converting  the  o-nitrophenyl  propiolic 
acid  into  Indigo  causes  the  process  to  be  too  costly  for  practical  purposes. 
It  has  now  been  almost  completely  replaced  by  other  methods,  which  will  be 
described  later. 

The  final  facts  which  led  to  the  elucidation  of  the  constitution  of  Indigo  were 
supplied  by  an  investigation  on  isatin  and  indoxyl. 

Isatin  readily  gives  metallic  compounds  which  absorb  water  and  pass  into 
salts  of  isatinic  acid.  The  constitution  of  this  acid  and  of  isatin  was  given  by 
Kekule  as  early  as  1869  {Ber.,  1869,  ii.  748)  as 


^^4, 


co.cooh  /co -co 

c«h/  ^ 

NH2  ^NH 


(isatinic  acid),  (isatin), 

showing  isatinic  acid  as  o-amidophenyl  glyoxylic  acid  and  isatin  as  its  internal 
anhydride. 

This  view  was  later  confirmed  by  Baeyer  and  Suida  {Ber.,  1878,  xi.  582, 
1228;  1879,  xii.  1326),  and  by  Claisen  and  Shadwell  {Ber.,  1879,  xii.  350), 
who,  at  the  same  time,  established  the  constitutions  of  dioxindol  and  oxindol, 
dioxindol  as  the  internal  anhydride  of  o-amidomandelic  acid,  and  oxindol  as 
the  internal  anhydride  of  o-amidophenyl  acetic  acid 
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CH(OH)COOH  /CH(OH)CO 

C6H4<'  CeH4< 


(o-amidomandelic  acid).  (dioxindol). 

/CK^COOH  /CH2-CO 

(o-amidophenyl  acetic  acid).  (oxindol). 

It  soon  became  apparent  that  isatin  could  react  in  two  forms — a  labile  and 
a  stable — the  former  being  incapable  of  existence  in  the  free  state 

Labile  form.^  Stable  form. 

.CO -CO  ,C0    C(OH) 

(pseudoisatin  or  lactam  isatin).^  (isatin  or  lactim  isatin).^ 

The  conversion  of  isatin  into  Indigo  by  Baeyerand  Emmerling  has  already  been 
referred  to  (see  p.  157),  and  later  (1878)  Baeyer  {^Ber.,  xi.  1296)  found  that 
this  transformation  could  be  considerably  improved  by  treating  isatin  chloride 

/CO  -  CCl 

prepared  by  the  action  of  phosphorus  pentachloride  upon  isatin,  with  reducing 
agents. 

Indoxyl  was  synthetically  prepared  by  Baeyer  in  1881  (Ber.,  xiv.  1741)  in 
the  following  way  : — 

Ethyl-o-nitrophenylpropiolate  is  converted  by  shaking  with  concentrated 
sulphuric  acid  into  the  isomeric,  ethyl  isatogenate  (molecular  rearrangement) 

/C^C.COOC.^g  /CO  -  C.COOC2H5 

CgHZ                                   -»          CfiH/     ^^  I 
^NOj  \n O 

(ethyl  o-nitrophenylpropiolate).  (ethyl  isatogenate). 

This  substance  on  reduction  yields  ethyl  indoxylate 

/CO  -  C.COOC2H5  /C(OH)  =  C-COOC2H3 

CeH/    ^^\  ->  CeH/    ^^ 

\N O  ^NH 

(ethyl  indoxylate), 

which  is  also  formed  by  the  action  of  ammonium  sulphide  on  ethyl-o-nitrophenyl- 
propiolate 

/C^C.COOCoHj  /C(OH) :  C.COOC2H5 

CfiH/  +     2K3        ->        CgH/  _^.--^  +  H2O 

^  Substitution  products  of  the  labile  form,  such  as  ethylpseudoisatin 

.CO  -  CO 


are  capable  of  existence. 

2  These  names  >vere  recently  proposed  by  Baeyer  {Ber. ,  xxxiii.  (Sonderheft),  p.  Ixv). 
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Ethyl  indoxylate  on  hydrolysis  with  caustic  soda  is  convei-ted  into  indoxylic 
acid,  which,  on  boiling  with  water,  is  converted  into  COg  and  indoxyl 

/C(OH)  =  C.COOC2H5  /C{OH)-C.COOH  /C(OH)  =  CH 


'    (ethyl  indoxylate).  (indoxylic  acid).  (indoxyl). 

It  is  also  interesting  to  note  that  isatogenic  acid,  prepared  from  the  ethyl 
salt  on  hydrolysis,  is  slowly  converted  into  isatin  when  a  solution  of  it  in 
sulphuric  acid  is  diluted  with  water  and  allowed  to  stand 

DfOH) 

CO, 


/CO-C.COOH 

\n         O 

/CO  -  C(OH) 

CeH,<_^^                   +     C 

(isatogenic  acid). 

(isatin  (lactim)). 

Indoxyl,  like  isatin,  reacts  in  two  forms : 

— 

Labile  form. 

Stable  form. 

/CO    CH2 

/C(OH)  =  CH 

(pseudoindoxyl  or  ketoindoxyl), 

(indoxyl  or  enoleindoxyl). 

the  former  being  only  capable  of  existence  in  the  form  of  its  derivatives,  as,  for 
example,  benzylidenepseudoindoxyl 

/CO-C^CHCfiHg 

CoH/  ^ 

Indoxyl  is  quantitatively  converted  into  Indigo  on  oxidation,  a  fact  which 
was  first  noticed  by  Baumann  and  Tiemann  in  1880  {Ber.,  xiii.  415). 

Finally  Indirubine,  a  substance  which  had  been  isolated  from  crude  natural 
Indigo  by  Schunck  (Ber.,  1879,  xii.  1098),  was  synthesised  by  Baeyer  (Ber., 
1881,  xiv.  1745)  by  combining  indoxyl  with  isatin  in  alcoholic  solution  in 
the  presence  of  sodium  carbonate. 

The  considerations,  therefore,  which  led  Baeyer  to  publish  his  formula  for 
Indigo  {Ber.,  1883,  xvi.  2204) 

/CO.  /CO. 

CeH/  >C  :  C<         >CeH, 

may  be  summarised  as  follows  : — 

(1)  Indigo  contains  two  imido-groups. 

(2)  The  carbon  atoms  are  arranged  in  it  in  the  same  manner  as  in  diphenyl-^ 
diacetylene,  viz. 

CfiHg  -C-C-C-C-  CgHg 

(3)  It  is  formed  only  from  those  compounds  which  contain  a  ketone  group 
directly  attached  to  a  benzene  ring. 

(4)  Formation  and  properties  show  it  to  be  closely  allied  to  indirubine,  which 
is  prepared  from  pseudoindoxyl  and  pseudoisatin  according  to  the  equation 

/CO.      : ;     /CO.  /CO.  /CO. 

CoH/         >0;H2  +   0:C<  >NH        ^        CeH/  >C  :  C<  >NH 

(pseudoindoxyl).  (pseudoisatin).  (Indirubine) 

(/3-indogenide  of  pseudoisatin). 
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Indigo  must  therefore  be  the  a-indogenide  of  pseudoisatin,  although  its  direct 
formation  from  pseudoindoxyl  and  pseudoisatin  is  not  possible,  owing  to  the 
unreactive  character  of  the  a-oxygen  atom  of  pseudoisatin,  marked  (*)  in  the 
equation 


/CO        i  {*);    /CO.  /CO.  /CO 

C«H  /         >C;H,  +  0;C<         >CeH,         -^  C^h/         >C  :  C<        NCeH, 

(pseudoindoxyl).  (pseudoisatin).  (Indigo) 

(a-indogenide  of  pseudoisatin). 

Baeyer  therefore  considered  Indigo  to  be  a  compound  formed  by  the  doubling 
of  the  divalent  group 

CO. 

C«H,<  >C  : 

which  he  termed  Indogene,  the  name  indogenide  being  applied  to  those  bodies 
containing  this  group. 

Indigo  white  is  formed  from  Indigo  on  reduction;  it  possesses  phenolic 
properties,  and  its  relationship  to  Indigo  is  shown  by  the  following  formulte : — 

/CO  /CO.  /C(OH).  /C(OH) 

CeH/         >C  :  C/         >GoH,       ->       C^h/  >C  -  C<^  >CeH, 

(Indigo).  (Indigo  white). 

Evidently  the  first  action  of  nascent  hydrogen  is  to  form 

/CO  /COx 

CeH,<         NCH  -  CH/  >C,3H, 

which  then  passes  into  its  stable  (phenolic)  form. 

The  above  formula  represents  Indigo  white  as  dipseudoindoxyl,  which 
accounts  for  the  ease  with  which  it  is  oxidised  to  Indigo,  since,  as  already 
rnentioned,  Indoxyl  is  quantitatively  converted  into  Indigo  on  oxidation 
{private  communication,  W.  H.  Perkin,  jun.). 


Other  Syntheses  of  Indigo. 

(1)  From  o-nitrohenzaldeliyde. 

Baeyer  and  Drewson  (1882). 

{Ber.,  1882,  xv.  2856;  1883,  xvi.  2205;  D.P.  19,768; 
E.P.  1266^2.  A.P.  257,814  and  257,815.) 

The  condensation  of  o-nitrobenzaldehyde  and    acetone   yields  c-nitrophenyl- 
lactomethylketone 

(1) 

/CHO  p.pr  rnPTT  /CH(0H).CH2C0CH, 

CeH/  ^       CH,.C0.CH3        _^        ^^/       K       >     ^ 

^NO,  '\n02 

(2) 

(o-nitrobenzaldehyde),       (acetone),  (o-nitrophenyllactomethylketoue), 

II 
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which  readily  loses  water  and  passes  into  o-nitroacetocinnamone 

/CH(OH).CH2COCH3  .CH  :  CHCOCH3 

(o-nitroacetocinnamone), 

from  which  Indigo  can  be  prepared  on  treatment  with  caustic  alkalies. 

This  method  is  used  technically  in  the  preparation  of  Indigo  salt  [K],  which 
is  the  sodium  bisulphite  compound  of  o-nitrophenyllactomethylketone,  and  is 
employed  for  printing  upon  the  fibre,  the  blue  being  subsequently  developed  by 
immersing  the  material  in  strong  caustic  soda  solution. 

The  production  of  Indigo  from  o-nitrobenzaldehyde  has  become  of  considerable 
importance  owing  to  the  discovery  by  Meister  Lucius  &  Briining,  of  Hochst, 
that  o-nitrotoluene  can  be  converted  into  o-nitrobenzaldehyde. 

This  can  be  brought  about  by  three  methods  :  — 

(a)  The  action  of  chlorine  on  o-nitrotoluene  produces  o-nitrobenzylchloride 

/CH2CI 

which  condenses  with  aniline  to  form  o-nitrobenzylaniline 

On  oxidation  this  is  converted  into  the  corresponding  benzylidene  derivative 

/CH  :  NCeHs 

\N02 

which,  on  hydrolysis,  splits  up  into  o-nitrobenzaldehyde  and  aniline 

O    H., 

(&)  o-nitrotoluene  gives  with  amyl  nitrite,  in  the  presence  of  sodium  ethylate, 
o-nitrobenzaldoxime 

/CH  :  NOH 

\N0o 

which,    on    hydrolysis    with    acids,    splits    up    into    o-nitrobenzaldehyde    and 
hydroxylamine 

O    H, 
/CH:  NOH 

(c)  o-nitrotoluene  is  converted  directly  into  o-nitrobenzaldehyde  by  oxidation 
with  manganese  dioxide  and  sulphuric  acid 

/OH3  /CHO 

C6H4<  +     Oo        -»        C«H/  +     2H,0 

\nO.,  "  ^NO, 

A  considerable  quantity  of  artificial  Indigo  is  at  the  present  time 
manufactured  by  the  Baeyer  and  Drewson  synthesis.  It  would  be  impossible, 
however,  owing  to  the  insufficient  quantity  of  toluene,  to  replace  the  whole  of 
the  natural  Indigo  by  this  means. 
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(2)  K.  Heumann^s  Synthesis  of  Indigo. 

(D.P.  54,626;  Ber.,  1890,  xxiii.  3043;  Bruuck,  Ber.,  1900,  Sonderheft; 
E.P.  872690;  A.P.  622,189.) 

Originally    this   synthesis    consisted    in    fusing    phenylglycine    with  potash, 
whereby  it  became  transformed  into  pseudoindoxyl 


Hooa 

i      \  /CO. 

CgH.iH   i  CHo       -^        CfiH/  >CH., 


(phenylglycine),  (pseudoindoxyl  or 

ketoindoxyl), 

from  which  Indigo  can  be  produced  on  oxidation. 

This  method,  however,  remained  of  purely  tlieoretical  interest  until  the 
Badische  Aniline  and  Soda  Fabrik  of  Ludwigshafen-am-Rhein  published  their 
completed  method  for  the  preparation  of  Indigo  from  the  corresponding  phenyl- 
glycine-o-carboxylic  acid  (see  Bruuck,  Ber.,  1900,  Sonderheft) 

(1) 
/COOH 
CeH/ 

\NH.CH.,COOH 

(2) 

The  starting-point  in  this  preparation  is  naphthalene,  which,  on  treatment 
with  strong  sulphuric  acid  and  mercury,  is  converted  into  phthalic  anhydride. 
From  phthalic  anhydride,  phthalimide  is  produced  by  the  action  of  ammonia,  and 
from  this  anthranilic  acid  is  formed  by  the  action  of  chlorine  and  caustic  soda 

,/\,/%  ,/^,C0\^  /\,C0\ ,/XcooH 


(naphthalene),  (phthalic  anhydride).        (phthalimide).  (anthranilic  acid). 

Phenylglycine-o-carboxylic  acid  is  then  prepared  from  anthranilic  acid  and 
chloracetic  acid 

/COOH  /COOH 

CgH/  -5.        CgH/  +     HCl 

^NHa     +     CICH3COOH  \NH.CH,.COOH 

(phenylglycine-o-carboxylic  acid), 

and  is  converted  into  Indigo  by  heating  with  caustic  soda. 

An  intermediate  product  in  this  conversion  is  the  carboxylic  acid  of  indoxyl 

-COOH  /CO. 

CfiH/  /CH,COOH  ->  C6H4<  >CH.COOH     +     H,0 

^NH/        -  \NH/ 

(phenylglycine-o-carboxylic  acid),  (indoxylcarboxylic  acid), 

which  can  be  converted  into  indigo  by  treating  its  alkaline  solution  with  air,  and 
has  been  used  for  a  considerable  time  under  the  name  of  Indophor  [B]  for  the 
pi'oduction  of  Indigo  on  the  fibre. 

This  is  at  present  the  most  important  technical  method  for  the  production 
of  synthetic  Indigo,  and  it  is  possible  by  its  means,  since  there  is  a  sufficiency  of 
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naphthalene,  to  replace  the  whole  of  the  natural  Indigo  yearly  consumed  by  the 
artificial  product. 

However,  since  the  first  production  of  this  Indigo  by  the  Badische  Aniline 
and  Soda  Fabrik  in  1897,  na;)hthalene  has  doubled  in  price,  and  it  remains  to  be 
seen  whether  other  syntheses — notably  that  of  Sandmeyer  from  aniline  (see  below) 
— may  not  in  time  supersede  it. 

The  Indigo  prepared  by  the  Badische  Company  is  known  as  Indigo  pu7-e,  and 
usually  occurs  as  a  paste  containing  20  per  cent,  of  Indigo  suspended  in  water ;  a 
still  more  finely  divided  variety  is  known  as  Indigo  S. 

(3)  Sandmei/er's  Indigo  Synthesis. 

This  method,  the  experimental  details  of  whicli  are  given  in  the  practical 
portion  of  the  book,  consists  in  converting  diphenylthiourea  (thiocarbanilide) 
(from  aniline  and  carbon  disulphide)  into  hydrocyancarbodiphenylimide 

^^     C  :  NC,;H5 

I 
CN 

by  the  aid  of  potassium  cyanide  and  lead  carbonate. 
The  amide  of  this 

^^     C  :  NC,iH, 
I 
CONHo 

gives  the  corresponding  thioamide  on  treatment  with  ammonium  sulphide 


-NH 

I 
C  :  NCfiHs 

I 
CSNH2 

which,  on  treatment  with  concentrated  sulphuric  acid,  yields  a-isatinanilide 

-NH  -  C  :  NCgHs 

I 
^CO 

from    which    Indigo   and    aniline   are    produced    by   the    action   of    ammonium 
sulphide 

■,NH  -  C  :  NC,:H,   \  i'-^NnH  -  C  :  C Hn/^ 


+  It,    ^  II  +    C^HjNHl, 

-CO  /  I      .1 COCO— — 11 

(Indigo). 

Indigo  or  Indigotine  is  an  indifferent  substance,  insoluble  in  water  and  in 
most  of  the  usual  organic  solvents,  and  is  therefore  of  itself  of  no  value  as  a 
dyeing  agent. 

When  reduced,  however,  it  is  converted  into  Indigo  white,  which  is  of 
phenolic  character  and  readily  soluble  in  alkalies  (see  page  161). 
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Since  it  also  exhibits  a  marked  affinity  for  the  textile  fibres,  and  is  readily 
reconverted  by  oxidation  into  the  insoluble  Indigo,  it  is  employed  in  dyeing  in 
the  so-called  Indigo  vat,  which  is  nothing  more  than  an  alkaline  solution  of 
Indigo  white  obtained  by  treating  Indigo  with  some  cheap  reducing  agent. 

The  material  is  impregnated  with  this  solution  and  then  exposed  to  the  action 
of  the  air,  when  the  Indigo  white  is  reoxidised  to  Indigo. 

As  already  mentioned,  oxidising  agents  convert  Indigo  into  isatin,  and  upon 
this  is  based  the  white  discharging  of  materials  dyed  with  Indigo  as  well  as 
its  various  methods  of  analysis  (see  p.  305). 

Of  the  derivatives  of  Indigo  the  disulphonic  acid  is  of  interest. 

This  is  found  commercially  in  the  form  of  its  sodium  salt,  Indiijocarmine}  and 
is  prepared  by  the  action  of  concentrated  sulphuric  acid  upon  Indigo.  It  is  an 
acid  dyestuff,  formerly  much  used  in  the  dyeing  of  wool  and  silk,  but  has  now 
been  replaced  by  other  colouring  matters. 

The  Heumann  synthesis  has  also  been  applied  to  the  naphthalene  series,  and 
H.  Wichelhaus  has  succeeded  in  preparing  both  a-  and  /5-naphthalene  indigo  from 
a-  and  y8-naphthylglycine  respectively. 

They  are  green  dyestuffs  having  the  constitution 

. CO .  /CO 

and  therefore  similar   in  structure  to  Indigo  blue.      They  are,   however,  of  no 
technical  importance. 

SOaHf^COXp    p/CO./^SOgH  (Vorlander  and  Schubart, 

'\    /'nh/     ■     \NH'\/'  ^^■>'  ,  1901,    xxxiv.  1860.) 
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THE  SULPHUR  OR  SULPHIDE  COLOURS. 

These  dyestuffs  are  prepared  by  fusing  certain  amido-aromatic  compounds  with 
sulphvir  and  sodium  sulphide  at  temperatures  ranging  from  108-250°. 

By  this  means  insoluble  coloured  substances  are  produced  which  cannot  be 
purified  by  any  known  means  of  recrystallisation,  but  which  are  soluble  in  an 
aqueous  solution  of  sodium  sulphide. 

This  solution,  which  probably  contains  the  dyestufF  in  the  form  of  a  leuco- 
compound,  possesses  marked  affinity  for  the  cotton  fibre,  and  since  the  dye  is 
readily  re-formed  by  oxidation  in  the  air,  the  sulphur  colours  are  at  the  present 
time  among  the  most  important  of  the  cotton  dyes.  They  are,  for  the  most 
part,  black  and  brown,  but  practically  all  colours  are  represented,  excepting 
red ;  the  shades  are  exceptionally  fast,  but  are,  however,  dull  in  colour. 

A  dyestuff  formed  in  this  way  has  been  known  since  1873,  when  Croissant 
and  Bretonniere  prepared  Cachou  de  Laval  by  fusing  sawdust,  bran,  etc.,  with 
sodium  sulphide.  This  substance  dyes  cotton  direct  a  greenish  shade  of 
yellow,  which  becomes  brown  on  oxidation  in  the  air,  and  is  rendered  exception- 
ally fast  by  after-treatment  with  metallic  salts. 

It  is  used  for  producing  a  cheap  fast  "  bottoming  "  upon  cotton. 

Investigations  by  Richardson  and  Akroyd  {Journ.  Soc.  Chem.  Ind.,  1896,  328) 
show  that  the  pure  substance  has  the  empirical  formula  CggHjgSggO,  and  that  it  is 
probably  a  derivative  of  thiophene. 

It  was  not  until  twenty  years  after  the  discovery  of  Cachou  de  Laval  that 
Vidal  applied  its  method  of  production  to  certain  paradioxy-derivatives  of 
benzene  in  the  presence  of  ammonia  or  amines  of  the  fatty  series. 

In  this  way  he  obtained  compounds  which  differed  from  Cachou  de  Laval  in 
changing  black  instead  of  brown  on  oxidation  on  the  fibre.  Subsequently,  Vidal 
made  use  of  diamines  and  amidophenols  in  this  reaction,  and  obtained  Vidal 
black  by  fusing  ^-amidophenol  with  sulphur  and  sodium  sulphide. 

The  constitution  of  this  dyestufF  Vidal  supposes  to  be 


NH— /  \-  S  -/  VNH— j 
HQl       I—  S   _l        l—NH— '       '-  S  — l^OH 

since  he  found  that  by  fusing  the  constituents  at  a  lower  temperature  he  obtained 
Bernthsen's  dioxythiodiphenylamine 

HOl     J-  S  - 


Vidal  also  examined  the  behaviour  of  meta-derivatives  when  fused  with  sulphur 
and  sodium  sulphide,  and  obtained  brown  and  black  sulphide  colours  (see  also 
Vidal,  Moniteur  scientifique,  1903,  427). 

i66 


THE  SULPHUR  OR  SULPHIDE  COLOURS.  1 67 

The  great  importance  of  these  colouring  matters  as  direct  cotton  dyes  has 
caused  a  vast  amount  of  experimental  work  to  be  done  on  their  mode  of  pro- 
duction, and  it  is  safe  to  assume  that  almost  every  aromatic  substance  that  can 
be  obtained  in  any  quantity  has  been  subjected  to  the  sulphur  melt  with  more 
or  less  successful  results. 

Their  method  of  preparation  is  entirely  empirical,  and  except  in  a  few  cases 
no  generalisation  has  been  discovered  which  regulates  their  production.  It 
is  obvious  that  by  fusing  any  aromatic  compound  with  sulphur  and  sodium 
sulphide  a  highly  complex  reaction  must  be  set  up,  and  that  the  nature  of  the  pro- 
duct will  depend  to  a  considerable  extent  upon  the  duration  of  the  melting  process. 

The  fact  that  the  products  are  insoluble  in  most  solvents,  and  therefore 
cannot  be  purified  by  recrystallisation,  renders  their  scientific  investigation  a 
matter  of  extreme  difficulty;  but  it  is  almost  certain  that  they  are  highly  complex 
mixtures  and  not  homogeneous  substances. 

The  use  of  the  diphenylamine  derivatives  in  the  preparation  of  the  sulphur 
colours  marks  an  important  advance,  which,  although  not  in  any  way  elucidating 
their  constitution,  has  considerably  increased  our  knowledge  of  diphenylamine 
and  its  derivatives,  since  practically  every  possible  compound  of  this  class  has 
been  prepared  and  investigated. 

The  fact  that  diphenylamine  yielded  sulphur  colours  when  fused  with 
sulphur  and  sodium  sulphide  was  originally  observed  by  Vidal,  and  it  has  been 
since  found  that  the  temperature  required  is  considerably  lower  (140-180") 
than  that  previously  employed.^ 

The  method  is  due  to  Cassella,  of  Frankfurt,  who  has  introduced  a  large 
number  of  these  dyestufFs  under  the  name  of  the  Immedial  colours. 

An  example  of  these  colours  may  be  given  in  Immedial  black  V  [C],  which 
is  prepared  by  fusing  ^-oxy-o-^-dinitrodiphenylamine  '*■' 

NO2  ^' 

with  sulphur  and  sodium  sulphide.  *. 

The  above  derivative  of  diphenylamine  and,  in  fact,  other  similar  derivatives 
are  prepared  by  combining  an  amido-derivative  of  benzene  with  a  chlorobenzene 
containing  a  negative  group  in  the  ortho-position  to  the  chlorine  atom,  the 
combination  being  usually  effected  in  aqueous  or  alcoholic  solution  in  the 
presence  of  sodium  acetate. 


lJ-0.,<     \C1    +    H.H.N/     NOH         ->        NO./^     N-NH^<      NOH  +  HCl 

■     '~\  ~  ~\  ^~ 

NO2  NO2 

Immedial  black  produces  a  fast  black  upon  cotton,  which  can  be  oxidised  on 
the  fibre  to  Imm£dial  blue. 

Other  members  of  this  series  are  : — 

Immedial  sky  blue  [C],  from  dimethyl-^-amido-p-oxydiphenylamine.^ 

Fast  black  [B],  from  1  :  8-dinitronaphthalene. 

Kyrogene  G  and  R  [B]  and  Kyrogene  brown^  from  1  :  8-dinitronaphthalene. 

Sulphur  black  T,  Thionol  black  [G],  Kaligene  black  [By],  Pyrrol  black  [L 
Sulphanil   black   [K],  Pyrogene   blacks  and   blues   [I],    Melanogen    blue    [M 
Thiogene  blue  [M],  etc.,  from  dinitrophenol  or  various  amidooxy-derivatives  of 
diphenylamine   (see    also   Pollak,    "Die   substantive    Schwefelfarbstoffe,"   Zeit. 
Farb.  Chem.,  1904,  233,  253). 

^  Even  boiling  in  a  reflux  condenser  has  in  some  cases  been  found  suflScient. 
2  See  also  £er.,  1904,  xxxvii.  2617,  3032. 
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XANTHONE  DYESTUFFS. 

Indian  Yellow  or  Piiiri  is  the  only  dyestufF  of  this  group  which  is  of  any 
practical  importance. 

It  is  prepared  at  Monghyr  in  India  by  evaporating  the  urine  of  cows  fed  on 
mango  leaves. 

The  principal  constituent  of  Indian  yellow  is  the  magnesium  salt  of 
euxanthic  acid,  a  glucoside,  which,  on  hydrolysis,  splits  up  into  glycuronic  acid 
and  euxanthone,  a  dihydroxyxanthone  of  the  formula 


OH, 


OH 


(Euxanthone  (Graebe)). 


O 

(Xanthone). 


The  hydroxyl  groups  in  Euxanthone  show,  however,  a  remarkable  difference 
in  behaviour;  one  of  them  is  readily  etherified,  yielding  an  alkyl  derivative 
which  is  yellow  and  insoluble  in  alkalies. 

The  other  hydroxyl  group  cannot  be  alkylated  by  direct  methods,  and,  when 
this  is  eiTected  by  indirect  means,  is  found  to  yield  an  alkyl  derivative  which 
is  colovirless  and  soluble  in  alkalies. 

Since  it  had  been  shown  by  v.  Kostanecki  and  Dreher  that  hydroxy-groups 
in  oxyxanthones  which  are  in  the  ortho-position  to  the  carboxyl  group  are 
more  difficult  to  alkylate  than  any  others,  the  following  formula  for  Euxanthone 
has  been  proposed 

CO  OH 


OH 


The  synthesis  of  Euxanthone  can  be  brought  about  in  the  following  way  :- 

CO  OH 


OH 


/\COdH 


\y' 


OH 


H 
HO 


OH 
^COOH 


OHi 


+     2H2O  +  CO2 


(hydroquinone      {/3-resorcylic 
carbo.xylic  acid).  acid). 


(Euxanthone). 


According  to  v.  Kostanecki  and  Nessler,  Euxanthone  can  also  be  prepared 
by  condensing  hydroquinone  carboxylic  acid  with  resorcinol.  By  substituting 
phloroglucinol  for  resorcinol,  Gentiseine  is  produced 
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CO  OH 

'oh 


the  monomethyl  ether  of  which  is  Gentisine,  the  colouring  matter  of  Gentian  root. 
Xanthone  itself  is  prepared  by  boiling  salicvlic  acid  with  acetic  anhydride 

COOH         HO. 

+  11-^1111+     CO2  +  2H0O 

OH         HOOC^ 


Flavone  and  Flavonole  Dyestuffs. 

In  1895  St.  von  Kostanecki  published  his  investigations  on  the  nature 
and  synthesis  of  certain  natural  colouring  matters,  which,  under  the  names 
Quercetine,  Fisetine,  Luteoline,  Rhamnetine,  etc.,  had  been  used  from  the  earliest 
times  as  yellow  mordant  dyestuflfs.  v.  Kostanecki  succeeded  in  establishing 
these  dyestuffs  as  derivatives  of  Flavone  and  Flavonole 


0 

0 

l^l^„c.w 

|/\|'^„C.CeH. 

'\/'\/'cH 

k/'\/"c(OH) 

CO 

CO 

(Flavone),  (Flavonole), 

and  in  many  cases  prepared  them  synthetically. 

The  following  are  the  most  important  dyestuffs  of  this  group  :- 


Flavone  Dmvatives. 
Chrysine 


OH  CO 

Apigenine 

0 
OH  CO 

Luteoline 

OH 

0                  1 

''''uD'cH<->°^ 

OH  CO 
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Flavonole  Derivatives. 


Fisetine 


OH 


Quercetine 


OH 


OH/ 


C  — 
C(OH) 


OH 


OH  CO 


Rhamnetine 


CH,0, 


Moriiie 


OH 


OH      01       OH, 


OH  CO 


OH 


OH  CO 


And  also : — 


Isorhamnetine 
Rhamnazine 
Myricetine 
Camphoride 


quercetine  monoraethyl  ether, 
dimethylquercetine. 
oxyquercetine. 
dioxymethoxyflavonole. 


Clirysine  was  discovered  by  Piccard  in  poplar  buds,  and  was  found  by  him 
to  have  the  empirical  formula  C^^HjqO^.  He  also  fovind  that  when  boiled  with 
potash  it  was  decomposed  into  phloroglucinol,  benzoic  acid,  acetic  acid,  and 
acetophenone. 

V.  Kostanecki  proposed  two  formulae  for  this  substance 


OH, 


OH, 


C  -  CgHg 
CH 


OH  CO 


II. 


but  selected  formula  II.  as  being  more  in  accordance  with  the  reactions  of  the 
body.  Thus  it  readily  explains  the  above-mentioned  decomposition  of  Chrysine 
into  phloroglucinol,  benzoic  acid,  acetic  acid,  and  acetophenone 
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and 


CeHjCOOH 

(benzoic  acid), 


OHv/\OH  CH3COOH 

OH 
(phloroglucinol),      (acetic  acid), 


OH  CO    H, 


0 


CO  -  CfiHs 

I 
CH3 

(acetophenone). 


Flavone 


CO 

the  parent  substance  of  Chrysine,  was  then  synthetically  prepared  by  v.  Kostanecki 
in  the  following  way  : — 

o-hydroxyacetophenone  was   first   condensed  with    benzaldehyde  to   form  a 
benzal  compound 


OH 


\yC0CH.iH2; 


0:HC.C«H, 


/\ 


OH 

CO.CH  :  CHC«H, 


+     H2O 


This  was  then  acetylated  and  brominated,  producing 


O.COCH3 
CO.CHBr.CHBr.C«H, 


which  was  converted  into  flavone  on  treatment  with  alcoholic  potash 


CO.CH3 

I 
O         CHBr  -  CgHg 

/CHBr 
CO/ 


O         CiHiBr    -  CgHg 

.  CH;Br'i 
CO^ 


C-C«H 


\y\yCH. 

CO 
(Flavone). 


3     +   2HBr 
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For  the  parent  substance 


CH 


V.  Kostauecki  proposed  the  name  Chromone,  and  he  prepared  methylchromone 
by  condensing  methyl  salicylic  methyl  ester  with  acetone  by  the  aid  of  metallic 
sodium,  and  treating  the  diketone  thus  produced  with  hydriodic  acid 


jOCH, 
CObCH. 


+    H.  CH.,COCH„ 


|OCH;, 

/COCH.,COCH, 


+     CH,OH 


CH. 

I 
,0         CO.CH,     -^ 
I 
/CHo 
CO/ 


O        C(0H)CH3 

/CH 
CQ/ 


iCCH, 
CH 
CO 

(Methylchromone). 


Subsequently  v.  Kostanecki,  Tambor,  and  Emilewicz  synthesised  Chrysine  in 
the  following  way  : — 


CH,0. 


.OCH, 


och^co.ch,;h 


(phloracetophenone 
trimethyl  ether). 


CH,0 


CaHgOOCC^Hs 

(ethyl  benzoate). 


OOH, 


COCH.COC,H, 


+  CoH,OH 


CHgOs 


OCH, 


CH3 

I 
O         CO.CgH, 

/CH2 
CO/ 


OCH, 


OH^ 


""\ :■'■■■■■■■■ 

,0       C;(OH) 


OrHr 


OH 


00^ 
OH 


CH 


jO-CeHg 

OH  CO 

(Chrysine). 

Apvjenine  is  obtained  by  hydrolysing  the  glucoside  apiine  occurring  in 
parsley ;  the  formula  given  above  was  originally  assigned  to  it  by  A.  G.  Perkin, 
the  accuracy  of  whose  view  was  confirmed  by  the  following  synthesis  due  to 
V.   Kostanecki,  Tambor,  and  Czajkowski :  — 
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CH,0.     /.     /OCH3 


I      ;  + "doHsOOc/    NOCH, 

OCH,^COCH.,H - \-/ 

(phloracetophenoue  (t^tliyl  anisate). 

trimethyl  ether.) 


1      1  _ 

J^\C0     CH,CO<(      NOCHa 


CH, 


CHO.     /.     /O       CO— <      >OCH,     ^  /\   .  O      C(OH);-<       >0H 

Y  Y  I     ^—  ""    0^1      1  ■! — ^ 

I     /I  /CHI.  I       I.  /CH 


>0H 


Luteoline  occurs  in  Reseda  luteola,  and  has  been  the  subject  of  a  number  of 
investigations  by  J.  Herzig.  A.  G.  Perkin,  and  others. 

A.  G.  Perkin  proposed  the  formula  given  on  page  169,  and  this  was  confirmed 
by  the  following  synthesis  due  to  v.  Kostanecki,  Tambor,  and  Rozycki : — 

0CH3^    ^   /OCH,  /OCH3 

^  CoHgOOc/    N0CH3 


OCH^COCILH 


(phloracetophenoue  trimethyl  ether),    (ethyl  salt  of  veratric  acid). 

OCH3.    ^   /OCH3 

^(^f  _/OCH., 

Q^\cO.CHo.CO<^     ^0CH3 


CH3  °^3  ;3^  OH 


OCH3V    /v    /O       C0-<       >OCH, 

OHi 


\/\-/"       ^^-\_/^^^s  __/\/0  0(;0H)-/^      \OH 


/CH.J  I  I  ^-g. 

ocHY^°^  :^^\co/''^ 


OH 

OH 

O  J 

OH^^ /^'C-<f    \0H 


Y/\/' 
OH  CO 


CH 


(Luteoline). 

The  other  dyestuffs  of  this  group  have  not  yet  been  synthetically  prepared, 
but  their  constitutions  have  been  placed  beyond  question  by  the  researches  of 
V.  Kostanecki,  Herzig,  A.  G.  Perkin,  and  others. 


CHAPTEE   XXV. 
A  SHORT  REVIEW  OF  THE  SYNTHETIC  DYESTUFFS. 

(Compare  Dr  H.  Caro,  Ueber  die  EnhoicMung  tier  Theerfarhenindustrie, 

Berlin,  1893.) 

The  first  artificial  dyestutis  were  Picric  acid,  prepared  in  1771  by  Woulfe 
from  Indigo  and  nitric  acid ;  and  Rosolic  acid  (Aurine),  discovered  by  Range  in 
1834,  Neither  of  these  compounds  were,  however,  manufactured  on  the  com- 
mercial scale  owing  to  the  then  considerable  cost  of  the  materials  from  which 
they  were  derived ;  and  it  was  not  until  1855  that  a  technical  method  was 
introduced  for  the  production  of  Picric  acid  from  coal-tar. 

The  era  of  the  synthetic  dyestuffs  dates,  however,  from  the  discovery  of 
Mauveine  in  1856  by  W.  H.  Perkin,  and  its  commercial  manufacture  in  1857 
by  Perkin  &  Sons  at  Greenford  Green,  near  London. 

Perkin's  discovery,  that  a  colouring  matter  could  be  produced  by  the  oxida- 
tion of  aniline,  led  to  the  study  of  the  behaviour  of  this  base  towards  various 
oxidising  agents,  with  the  result  that  in  1859  Verguin  prepared  Fuchsin 
(Magenta)  by  the  oxidation  of  crude  aniline  by  meiins  of  tin  chloride,  and 
manufactured  it  in  conjunction  with  the  firm  of  Renard  Freres,  of  Lyons. 

Magenta  had,  however,  been  previously  prepared  by  Natanson  in  1856  from 
aniline  and  ethylenechloride,  and  in  1858  by  A.  W.  Hofmann  from  aniline  and 
carbon  tetrachloride. 

In  1860  the  method  of  preparing  Magenta  by  oxidising  aniline  with  arsenic 
acid  was  introduced  by  Nicholson,  Girard,  and  de  Laire ;  and  in  the  same  year 
Girard  and  de  Laire  prepared  the  first  blue  synthetic  dyestufF— Rosaniline  blue — 
by  treating  Magenta  with  aniline. 

The  recognition  by  Hofmann  of  the  nature  of  this  reaction,  i.e.  the^^phenyla- 
tion  of  Rosaniline — led  him  to  try  the  effect  of  introducing  ajkyl  groups  instead 
of  phenyl  groups  into  the  Rosaniline  molecule,  and  by  this  means  he  prepared 
Hofmann's  violet  in  1863. 

In  1862  Nicholson  made  the  important  discovery  that  Rosaniline  blue  could 
be  convel-ted  into  a  sulphonic  acid  by  treating  it  with  sulphuric  acid,  and  that 
the  sodium  salt  of  this  sulphonic  acid  was  soluble  in  water ;  soluble  Rosaniline 
blue  (Water  blue,  Nicholson's  blue)  was  in  this  year  manufactured  by  the  firm 
of  Simpson,  Maule,  &  Nicholson,  and  in  the  same  year  Aniline  black  was  first 
prepared  by  Lightfoot. 

As  early  as  1861  Lauth  had  prepared  Methyl  violet  by  treating  dimethyl- 
aniline  with  oxidising  agents;  but  it  was  not  until  1866  that,  in  conjunction 
with  Ch.  Bardy,  he  introduced  a  method  for  the  technical  production  of 
dimethylaniline,  and  consequently  of  Methyl  violet,  which  in  1867  was 
technically  prepared  by  Poirrier  and  Chappat. 

This  dyestuff  quickly  replaced  Hofmann's  violet. 

The  first  green  synthetic  dyestuff  was  Aldehyde  green,  discovered  in  1862  by 
Cherpin;  but  it  was  quickly  replaced  by  lodine^reen  (Kcisser,  1866),  which,  in 
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its  turn,  gave  way  to  Methyl  greeuj  prepared  by  the  action  of  methyl  chloride  on 
Methyl  violet  (Wischin,  1873). 

During  this  period  Nicholson  (1861)  isolated  Chrysaniline  from  the  Magenta 
melt,  and  its  nitrate  was  manufactured  under  the  name  of  Phosphine. 

The  nitrobenzene  process  for  the  manufacture  of  Magenta  was  discovered  by 
Coupler  in  1866,  and  led  him  in  the  following  year  to  prepare  the  first  soluble 
Induline. 

A  spirit-soluble  Induline  had,  however,  been  prepared  in  1863  by  Dale  and 
Caro. 

The  decade  1860-1870  also  witnessed  the  introduction  of  Bismarck  brown 
(Martins,  1863),  Martins  yellow  (1864),  Palatine  orange  (1869),  and  Magdala 
red  (Clavel,   1868). 

Meanwhile  the  Kekule  benzene  theory  had  been  established,  thus  opening 
up  a  new  era  in  the  maimfacture  of  the  synthetic  dyestuffs.  The  former  purely 
empirical  researches  then  gradually  gave  way  to  well-directed  scientific  syntheses  ; 
and  the  constitutions  and  mode  of  production  of  the  various  compounds  already 
prepared  were  step  by  step  elucidated. 

The  first  example  of  such  synthesis  is  afforded  by  the  synthetic  production 
of  Alizarine  by  Graebe  and  Liebermann  in  1868;  and  its  commercial  production 
by  the  method  of  Graebe,  Liebermann,  and  Perkin  in  1869. 

Whilst  the  chief  attention  of  chemistfe  was  occupied  with  the  synthesis  of 
Alizarine,  another  class  of  dyestuffs — the  azo-compounds — appeared  in  1876  in 
commerce. 

The  azo-compounds  themselves  had  already  been  discovered  by  Griess,  and 
their  constitution  elucidated  by  Kekule ;  moreover^  one  member  of  this  group — 
Bismarck  brown — bad  already  been  prepared,  since  1863,  on  the  commercial 
scale.  It  was  not  until  this  year,  however,  that  Witt  discovered  Chrysoidine, 
and  that  Caro  indicated  the  technical  value  of  the  Griess  method  of  preparing 
azo-compounds. 

In  the  same  year  Roussin  prepared  the  Oranges,  and  Liebermann  and  Ullrich 
succeeded  in  transforming  Alizarine  into  its  sulphonic  acid. 

When  the  azo-dyestuffs  were  first  introduced,  it  was  considered  that  only 
orange  and  yellow  dyestuffs  could  be  formed  by  this  means.  This  idea  was, 
however,  dispelled  by  the  discovery  of  Fast  red  A  by  Caro  in  1878. 

This  year  also  saw  the  introduction  of  a  number  of  important  dyestuffs, 
amongst  others  being  Alizarine  blue.  Malachite  green,  and  the  Ponceaux. 

In  the  preparation  of  the  last-named,  the  important  naphthol  and  naphthyl- 
amine  sulphonic  acids  were,  for  the  first  time,  used  commercially,  and  their  great 
value  as  second  components  in  the  preparation  of  azo-dyestuffs  indicated. 

The  year  1878  also  witnessed  the  commercial  manufacture  of  Galleine  and 
Coeruleine,  dyestuffs  which  had  previously  been  prepared  by  Baeyer  in  1871. 

In  all  the  azo-compounds  mentioned  above,  the  sulphonic  acid  group  plays 
an  important  part,  and  the  application  of  Nicholson's  method  of  sulphonation  to 
other  members  of  the  triphenylmethane  series  enabled  Caro  in  1887  to  prepare 
Acid  magenta,  Acid  violet,  etc. 

The  first  disazo-dyestuff — Biebrich  scarlet — was  prepared  by  Nietzki  in  1879, 
and  in  the  same  year  Caro  prepared  the  important  nitro-dyestuff,  Naphthol 
yellow  S. 

The  year  1880  witnessed  the  completion  of  the  Baeyer  synthesis  of  Indigo, 
and  in  1883  the  introduction  of  Phosgene  gave  rise  to  the  Phosgene  colours 
(Caro  and  Kern).  The  first  of  these  dyestuffs—  Crystal  violet — appeared  in  this 
year,  and  was  followed  by  a  number  of  colouring  matters  of  the  same  class. 

In  1884  Bottiger  discovered  the  fact  that  Congo  red  was  substantive  to  cotton 
— a  discovery  which  gave  rise  t©  the  preparation  during  the  following  decade  of 
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a  vast  number  of  azo-compoimds  from  Benzidine  and  allied  bases,  which  constitute 
the  important  group  of  the  substantive  cotton  azo-dyestufFs. 

In  this  year,  also,  Tartrazine  was  prepared. 

In  1888  the  property  possessed  by  fuming  sulphuric  acid  of  introducing 
hydroxyl  groups  into  Alizarine  and  its  derivatives  was  discovered  by  Bohn,  and 
in  the  following  year  w^as  applied  to  the  preparation  of  a  number  of  valuable 
dyestulfs  by  R.  Schmidt. 

In  the  same  year  the  Oxazines  were  introduced,  as  well  as  the  Eosindulines,  by 
Fischer  and  Hepp. 

In  1889  formaldehyde  was  applied  to  the  synthesis  of  dyestuffs  by  the 
Hochst  Farbwerke,  leading,  not  only  to  the  synthesis  of  new  members  of  the 
triphenylmethane  series,  such  as  New  fuchsin,  but  also  to  the  production  of  the 
Pyronine  and  Acridine  dyestuffs. 

At  this  period  the  method  of  producing  insoluble  azo-compounds  directly  on 
the  fibre  was  indicated  by  the  discovery  of  Primuline  in  1887  by  Green. 

The  more  recent  advances  in  the  domain  of  the  synthetic  dyestuffs  include 
the  preparation  of  synthetic  Indigo  (Indigo  pure)  by  the  Badische  Aniline  and 
Soda  Fabrik  in  1897. 

This  firm,  after  many  years  of  research,  has  succeeded  in  adapting  the 
Heumann  synthesis  to  commercial  conditions,  and  now  prepares  artificial  Indigo 
on  a  scale  which  will  probably  cause  it  to  ultimately  completely  replace  the 
natural  product. 

The  production  of  the  sulphur  colours  marks  an  advance  more  from  the 
point  of  view  of  the  dyer  than  of  the  scientist,  since  the  nature  of  them  is  still 
very  obscure. 

The  empirical  attempts  made  to  produce  these  compounds  vividly  recall  the 
earlier  experiments  in  the  preparation  of  the  aniline  dyestuffs. 

Our  knowledge  of  the  natural  colouring  matters  has  been  considerably 
increased  by  the  work  of  S.  v.  Kostanecki  on  the  Flavones ;  and  by  that  of 
J  Herzig,  W.  H.  Perkin,  junior,  and  others,  on  Braziline,  the  colour  principle  of 
Redwood,  and  on  Hsematoxyline,  the  colour  principle  of  I.,ogwood. 

The  yearly  production  of  the  artificial  dyestuffs  represents  a  value  of  about 
£8,000,000,  of  which  four-fifths  is  produced  in  Germany,  and  the  other  one-fifth 
divided  amongst  Switzerland,  England,  and  France. 


PART  II -PRACTICAL. 


CHAPTER  XXVI. 
THE  TECHNICAL  LABORATORY.^ 

There  are  certain  differences  between  the  teclmical  or  works  laboratory  and 
that  usually  found  in  Universities  and  in  Technical  Schools  ;  and,  although 
the  preparations  and  technical  operations  described  in  the  following  pages  can 
all  be  carried  out  in  the  ordinary  scientific  laboratory,  yet  in  cases  where  a 
laboratory  can  be  set  apart  for  purely  technical  work  (as  is  the  case  in  chemical  and 
other  works,  and  in  the  larger  chemical  schools)  a  few  details  as  to  tlie  arrange- 
ment and  fittings  of  such  a  laboratory  may  be  here  given.  (The  general 
arrangement  and  construction  of  chemical  laboratories  and  their  fittings  is 
admirably  described  by  Russell,  The  Planning  and  Fitting-up  of  Chemical  and 
Physical  Laboratories,  Batsford,  London,  1903.)  In  the  first  place,  the  space 
apportioned  to  each  worker  must  be  much  greater  than  that  usually  allowed, 
even  in  an  advanced  scientific  laboratory.  Not  only  is  the  work  carried  on  on 
a  larger  scale,  but  the  technical  student  or  chemist  will  often  be  able  to  have 
half  a  dozen  different  experiments  going  on  at  one  and  the  same  time.  Thus 
he  will  perhaps  start  a  sulphonation  experiment  at  the  beginning  of  the  day 
which  requires  only  slight  attention  for  the  regulation  of  the  temperature.  A 
condensation  requiring  a  flask  and  reflux  condenser  takes  up  a  good  deal  of  room, 
and  generally  proceeds  for  several  hours  by  itself  without  any  attention  beyond 
an  occasional  test.  During  the  morning,  too,  there  will  be  several  substances,  left 
from  the  day  before,  to  be  filtered  at  the  pump  ;  and,  finally,  it  may  be  necessary 
to  stir  mechanically  as  many  as  half  a  dozen  or  more  beakers,  which  alone  would 
occupy  an  ordinary  student's  bench.  It  is  often  very  convenient,  also,  to  set 
apart  a  whole  or  a  portion  of  a  bench  for  the  purposes  of  analysis ;  upon  which 
will  stand  several  burettes  containing  standard  solutions,  and  adjacent  to  which 
may  be  a  shelf  or  shelves  containing  the  more  generally  used  chemicals  and 
reagents.  Besides  this,  the  laboratory  should  contain  at  least  one  large  draught 
chamber,  a  large  sink  with  draining-board  and  draining-pegs,  and  enough  space 
to  accommodate  one  or  more  autoclaves  and  other  large  pieces  of  apparatus. 
Wide  shelves  should  be  fixed  round  the  sides  of  the  laboratory,  or  in  a  suitable 
place,  for  holding  large  bottles  and  tins  as  well  as  apparatus.  If  there  is  no 
dye-house  or  dyeing  laboratory  in  connection  with  the  technical  laboratory,  au 
experimental  dye-bath  should  also  be  provided.  The  benches  may  be  con- 
structed of  pitch  pine  or  stained  American  white-wood,  and  should  be  fitted 
with  drawers  for  storing  coi'ks,  test  and  filter  papers,  etc.,  and  a  wide  shelf 
underneath.     The  top  of  the  bench  may  be  of  teak,  but  in  technical  laboratories 

1  The  term  "  teclinical "  used  in  this  work  refers,  of  course,  only  to  that  branch  of  applied 
organic  chemistry  specially  dealt  with. 
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it  is  often  made  of  ordinary  wood  npon  which  is  sheet-lead.  In  this  case  a  haixl- 
wood  Hllet  is  screwed  to  the  edge  of  the  bench-top,  projecting  up  about  |-inch, 
and  the  lead  is  dressed  over  the  top  of  it.  If  the  bench  is  double,  i.e.  arranged 
for  W(;rk  on  each  side  of  it,  a  channel  should  run  down  the  centre,  to  carry  away 
waste  water  from  turbines,  condensers,  etc.  If  against  the  wall,  the  channel  will 
be  at  the  back. 

The  laboratory  must,  of  course,  be  supplied  with  the  usual  gas  and  water 
connections  ;  in  many  cases  it  is  useful  to  have  electricity  also,  for  electrolytic 
work  and  driving  small  motors  for  stirring,  shaking,  etc. ;  finally,  steam  can 
usually  be  easily  fitted,  especially  in  chemical  works. 

The  gas  pipes  should  run  along  the  front  of  the  benches,  and  small  branches 
carrying  taps  are  fitted  at  convenient  distances  along  it,  over  which  a  rubber 
tube  can  be  slipped.  In  the  case  of  a  lead-covered  bench,  as  described  above^ 
each  gas  branch  is  bent  neatly  over  the  top  of  the  fillet ;  but  where  an  ordinary 
straight  teak  top  is  fitted,  a  semicircle  of  wood  is  cut  out  of  the  edge  of  the  teak 


Fig   ]. 

(3  inches  diameter),  in  place  of  which  is  the  gas  branch  so  arranged  that  no  part 
of  this  is  above  the  level  of  the  table.  This  is  by  far  the  best  arrangement  of  the 
gas  pipes,  as,  in  case  of  accident,  the  gas  is  easily  turned  off  at  the  front  of  the 
bench,  and  also  there  is  no  danger  of  accidentally  breaking  glass  flasks,  etc.,  by, 
contact  with  a  protruding  gas  jet.  (This  is  the  arrangement  in  the  chemical 
laboratories  at  Heidelberg.) 

Besides  the  ordinary  gas-fittings,  there  should  be  one  or  two  specially  large 
branches,  on  a  free  wall  side  if  possible,  to  which  a  large  Fletcher  burner  can  be 
fixed  for  heating  autoclaves,  large  pans,  etc. 

For  each  worker  there  must  be  arranged  a  suction  pump  and  a  mechanical 
stirrer. 

The  former,  to  be  used  for  filtering  and  all  operations  conducted  under 
diminished  pressure,  is  best  arranged  by  soldering  a  water  pipe  to  a  metal  pump. 
These  (which  cost  about  three  shillings)  cannot  be  satisfactorily  imited  with  the 
water  supply  l)y  rubber  tubing.  A  piece  of  ordinary  rubber  tubing  is  fitted  to  the 
exit  tube  of  the  pump,  to  carry  away  the  waste  water,  and  a  piece  of  thick-walled 
tubing — "pump  tubing" — attached  to  the  side-tube.  This  pump  tubing  may 
either  be  connected  directly  with  the  filter-flask  or  with  one  or  more  T-picces  carry- 
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ing  glass  taps,  so  as  to  allow  two  or  more  attachmeuts  to  the  suction.  Tn  existing 
laboratories,  where  no  provision  has  been  made  for  filtering  under  reduced 
pressure,  it  is  exceedingly  convenient  to  join  a  rubber-lined  brass  "  union  "  to 
the  metal  pump  by  means  of  a  short  length  of  lead  pipe,  and  then  to  attach  this 
temporarily  to  the  water  pipe  when  required.  The  "union"  should  of  course 
fit  fairly  tightly  when  slipped  over  the  nozzle  of  the  water  pipe.  In  this  way  half 
a  dozen  metal  pumps  will  enable  a  large  number  of  workers  to  filter  with  suction 
at  their  own  benches  (see  fig.  1). 

For  driving  the  mechanical  stirrers  or  agitators  either  water  or  electric 
power  is  used. 

In  the  case  of  the  former,  a  small  Rabe's  turbine  is  eitiier  permanently  fixed 
at  a  suitable  point  and  connected  with  the  water  supply  by  means  of  a  lead 
pipe  soldered  to  it,  or  a  rubber-lined  brass  "  union  "  is  soldered  to  the  inlet  tube 


Fig.  2. 

of  the  turbine,  so  that  the  latter  may  be  fixed  to  any  water  pipe  in  the  labora- 
tory. A  wide  rubber  tube  is  attached  to  the  exit  pipe  of  the  turbine  in  order  to 
carry  off  the  waste  water.  "v^ 

If  a  small  electric  motor  is  used  to  provide  the  power,  this  is  fixed  in  a 
suitable  position  on  the  working  bench. 

The  stin-ing  arrangement  consists  of  a  suitably  bent  glass  rod,  the  straight 
part  of  which  passes  through  corks  fixed  in  the  hollow  axis  of  a  wooden  grooved 
wheel  (see  fig.  2).  The  whole  is  held  firmly  in  the  clamp  of  a  retort-stand  by 
means  of  the  brass  (or  glass)  tube  through  which  the  glass  rod  passes,  friction 
between  the  revolving  wheel  and  the  top  of  the  tube  being  avoided  by  interpos- 
ing a  tin  support  which  is  cut  in  the  shape  shown,  the  four  arms  being  bent  up 
at  right  angles  to  the  centre  part  (fig.  2,  a),  'i'he  stirrer  is  driven  from  the 
motor  or  turbine  wheel  by  means  of  an  endless  rubber  cord.  A  piece  of  solid 
rubber  cord  about  3  feet  long  is  chosen,  and  the  ends  cut  at  a  very  acute 
angle.     The  tapering  parts  are  laid  together  and  bound  firmly  with  stout  thread. 


l8o  SYNTHETIC    DYESTUFFS. 

If  the  union  is  neatly  done,  there  will  be  no  tendency  for  the  cord  to  become 
displaced  when  in  use.  Several  stirrers  are  easily  driven  simultaneously  by 
connecting  them  in  series  by  such  endless  rubber  cords. 

A  very  necessary  adjunct  of  the  technical  laboratory  is  the  library.  This 
should  be  well  stocked  with  the  standard  works  on  the  subject,  as  well  as  the 
periodicals  treating  upon  this  branch  of  Applied  Chemistry. 

The  following  list  includes  the  more  important  works  on  the  subject : — 

I,  General  Literature  (bxcbpting  Patent  Literature). 

Lunge,  Distillation  of  Ooal-Tar  and  Ammonia,  1900. 

Benedict  (translated  by  Knecht),  Chemistry  of  the  Goal-Tar  Colours,  1886. 

Nietzki  (translated  by  Collin  and  Richardson),  Chemistry  of  the  Organic 
Dyestuffs,  1892. 

Harmsen,  Die  Fdbrihation  der  Theerfarbstoffen  und  Hirer  Rohmaterialien, 
1889. 

Schultz,  Die  Chemie  des  Steinkohlentheers,  3rd  ed.,  1900-1901. 

Georgievics  (translated  by  Salter),  Chemistry  of  Dyestuffs,  1903. 

Seyewetz  and  Sisley,  Chimie  des  Matieres  Colorantes  Artificielles,  1896. 

L.  Lefevre,  Les  Matieres  Colorantes  Artificielles,  1896. 

Dupont,  U Industrie  des  Matieres  Colorantes,  1902. 

Meldola,  Coal  and  lohat  ice  get  from  it,  S.P.C.K. 

Schultz  and  Julius  (translated  and  added  to  by  Green),  Survey  of  the 
Organic  Colouring  Matters,  1904. 

Thorpe,  Dictionary  of  Applied  Chemistry,  Special  Articles. 

11.  Special  Works  on  Certain  Branches. 

Reverdin  and  Fulda,  Tahellarische  Uebersicht  der  Naphtalinderivate,  1894. 

Tauber  and  Norman,  Derivate  des  Naphtalins,  1896. 

Walter,  Aus  der  Praxis  der  Anilinfarbenfabrikation,  1903. 

Miihlhauser,  Die  Technik  der  Rosanilinfarbstoff'en,  1889. 

Heermann,  Koloristische  und  textilchemische  Untersuchungen,  1903. 

Gnehm,  Taschenbuch  fiir  die  Fdrberei  und  Farbenfabrikation,  1902. 

L  unge,  Chemisch-tech  nische  Untersuch  ungsmeth  ode. 

Schwalbe,  Benzol-tabellen,  1903. 

Rawson,  Gardner,  and  Laycock,  Dictionary  of  Dyes,  etc.,  1901. 

Knecht,  Rawson,  and  Loewenthal,  Manual  of  Dyeing. 

III.  Works  dealing  specially  with  Patent  Literature. 

"'  Hemnann,  Friedlander,  and  Schultz,  Die  Anilinfarben  undihrer  Fabnkation. 
Friedlander,  Fortschritte  der  Theerfarbenfabrikation,  6  parts,  1877-1903. 
English  Patents  Abridgments.     Class  2. 

IV.  Periodicals. 

Journal  of  the  Society  of  Chemical  Industry. 
Journal  of  the  Society  of  Dyers  and  Colonrists. 
Cliemiker  Zeitung  (Krause). 

Zeitschrift  fiir  Farben  und  I'extil  Chemie  (I>untrock).i 
Revue  Geaerale  des  Matiiires  Colorantes  (Lefevre). 
Fcirher- Zeitung  (Lehne). 

'  This  title  has  been  lately  changed  to  Zeitschrift  fiir  Farben  und  Texlil  Industrie. 
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Of  the  first  section,  Benedict,  Harmsen,  and  Dupont  are  good  introductions 
to  the  subject ;  the  first  two  are,  however,  somewhat  out  of  date,  while  the 
latter  has  only  recently  been  published.  Harmsen  gives  good  accounts  of  the 
plant  used  on  the  large  scale. 

Nietzki  is  more  of  a  theoretical  book;  later  editions  have  appeared  in 
German. 

Schultz  is  the  classical  work  on  the  subject,  and  gives  a  fairly  full  account 
of  the  raw  materials  (vol.  i.)  and  colouring  matters  (vol.  ii.)  obtained  from 
coal-tar. 

Lefevre  and,  in  a  less  degree,  Seyewetz  and  Sisley  give  full  lists  of  the  known 
colours. 

Schultz,  Julius,  and  Green  give  a  list  of  all  known  dyes  with  their  formulae  and 
literature.  Green  has  added  to  his  translation  of  the  original  German  a  useful 
introduction  dealing  with  the  raw  materials. 

Georgievics  is  an  excellent  theoretical  and  scientific  account  of  dyestuffs, 
but  must  be  read  with  care,  as  the  translation  is  marred  by  many  misleading 
misprints,  e.g.  "  toluidine "  is  throughout  printed  instead  of  "tolidine." 
Salpetrige  Sdure  is  also  frequently  translated  as  sulphurous  acid. 

Of  the  second  class,  Tauber  and  Norman  give  a  very  full  account  of  the 
derivatives  of  naphthalene  used  technically,  and  Schwalbe  describes  in  the 
same  way  the  compounds  of  the  benzene  series  used  for  the  same  purpose. 
Walter  describes,  in  minute  detail,  the  manufacture  of  Safranine,  and  Lunge 
gives  a  very  full  description  of  the  methods  of  analysis. 

Of  the  Patent  Literature,  both  German  works  are  reprints  of  German  patents, 
differently  arranged. 

General  Operations. 

Besides  the  ordinary  operations  which  the  student  or  technical  chemist  will 
have  become  acquainted  with  before  using  this  book,i  there  are  many  which 
are  more  specially  applicable  to  technical  work,  and  these  will,  therefore,  be 
here  described  (see  also  Wolfrum,  Gliemisches  Praktikum,  Theil  II.,  Engelmann, 
1903). 

Preparation  of  materials. — In  nearly  all  chemical  preparations  much 
time  and  trouble  may  be  saved  if  the  solid  materials  are  in  a  finely-divided 
state.  Even  if  the  substance  to  be  used  has  to  be  dissolved  in  a  solvent  in  which 
it  is  easily  soluble,  yet  if  large  lumps  of  it  are  employed  complete  solution 
takes  a  long  time.  Hard  substances  are  best  powdered  in  a  mortar  and  finally 
passed  through  a  fine  wire  or  hair  sieve.  Most  of  the  oi'ganic  substances,  how- 
ever, which  are  used  in  the  following  preparations  may  be  easily  reduced  to 
powder  by  grinding  them  in  an  ordinary  metal  coffee-mill.  When  a  substance 
which  melts  easily  in  hot  water  has  to  be  brought  into  solution — such  as,  for 
instance,  a-naphthylamine  or  phenol — it  is,  of  course,  not  so  necessary  to  carry 
out  this  preliminary  powdering. 

In  all  cases  the  use  of  powdered  caustic  soda,  which  can  now  be  easily 
obtained,  is  preferable  to  using  stick  or  lump  caustic. 

^  Hewitt,  Organic  Chemical  Manipulation,  Wliittaker  &  Co. 

Garrett  and  Harden,  Elementary  Course  of  Practical  Organic  Chemistry,  Longmans, 
Green  &  Co. 

Cohen,  Practical  Organic  Chemistry  for  Advanced  Students,  Macmillan. 

Gattermann  and  Shober,  Practical  MethodjS  of  Organic  Chemistry,  Macmillan. 

Lassar-Gohn  and  Smith,  Laboratory  ^fanual  of  Organic  Chemistry,  Macmillan.  See  also 
Lassar-Cohn,  3rd  German  Edition. 
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Zinc  dust  should  be  passed  through  a  fine  sieve  before  use;  and  "iron 
powder,"  nearly  as  fine  as  zinc  dust  (which  can  be  obtained  from  most  chemical 
agents),  is  of  very  great  use  in  carrying  out  reductions  where  the  ordinary 
iron  filings  are  almost  iiseless  (on  the  laboratory  scale). 

Heating". — The  simplest  case  of  heating  in  tlie  technical  laboratory  is  the 
maintenance  of  the  contents  of  a  flask  at  the  boiling-point.  The  flask  is  usually 
fitted  with  a  cork  bored  to  allow  the  passage  of  the  inner  tube  of  a  condenser, 
and  sometimes  also,  through  a  second  hole,  a  thermometer  or  glass  tube.  The 
condenser  is  supported,  whenever  possible,  in  a  slanting  position,  so  that  any 
moisture  condensing  on  the  outside  may  not  drop  on,  and  perhaps  crack,  the  hot 
flask.  The  latter  rests  either  on  a  sand-bath,  which  is  heated  directly  with  a 
bunsen  burner,  or  on  the  ring  of  a  water-bath.  When  it  is  necessary  to  shake 
the  flask  frequently,  a  short,  wide  piece  of  glass  tube  is  passed  througli  the 
cork  and  connected  with  the  reflux  condenser  by  means  of  a  4-inch  piece  of 
rubber  tubing. 

In  many  cases,  e.g.  in  sulphonation  processes,  it  is  necessary  to  maintain  a 
flask  at  a  definite  temperature  for  several  hovirs.  This  is  done  by  heating  in  a 
suitable  bath  of  water,  solution  of  calcium  chloride,  or  oil,  which  is  kept  at  the 
right  temperature  by  means  of  a  thermo-regulator.  This  is  arranged  as  follows : 
— A  glass  tube  about  8-10  mm.  in  diaiiieter  is  bent  in  the  form  of  a  circle 
and  closed  at  one  end.  The  open  end  is  sealed  to  a  fairly  wide  capillary  tubing 
which  is  bent  up  at  right  angles  to  the  circular  tube.  This  latter  rests  on  the 
bottom  of  the  bath,  and  the  capillary  tube  passes  up  the  side  and  is  again  bent 
at  right  angles  over  the  side  of  the  bath ;  it  is  here  united  with  the  gas 
regulator.  This  consists  of  a  U-tube  with  side  branches  on  each  limb,  and  one 
end  is  closed  by  a  tap  carrying  a  small  thistle  funnel  (see  fig.  3).  Mercury  is 
poured  into  the  tube  to  the  height  shown,  and  the  regulator  is  connected  to 
the  circular  tube  by  one  of  the  side-tubes,  while  the  other  is  connected  with 
the  burner  by  means  of  a  piece  of  rubber  tubing.  The  glass  tube  conveying 
the  gas  to  the  regulator  passes  into  the  limb  till  it  just  touches  the  surface  of 
the  mercury,  and  the  lower  end  is  cut  at  an  acute  angle,  so  that  as  the  mercury 
rises  and  falls  the  flow  of  gas  is  gradually  regulated.  The  circular  glass  tube  is 
filled  with  air  (for  high  temperatures)  or  10  per  cent,  calcium  chloride  solution. 

In  order  that  the  flame  may  never  be  extingtiished,  a  by-pass  can  be  arranged 
by  uniting  the  inlet  and  outlet  gas  tubes  by  a  third  rubber  txibe  carrying  a 
screw-clip ;  but  it  is  perhaps  better  to  arrange  a  small  independent  jet  biirning 
just  over  the  bunsen  burner,  made  of  a  blowpipe  jet  or  a  piece  of  fine  copper 
tube.  By  this  arrangement  a  bath  may  easily  be  kept  within  two  degrees  for 
any  length  of  time. 

It  is  often  necessary  to  heat  to  boiling  large  quantities  of  liquids,  as  in  the 
case  of  boiling  out  lime  salts,  iron  residues,  etc.,  and  this  is  best  done  by  passing 
in  a  current  of  steam.  If  steam  is  laid  on  in  the  laboratory,  this  is  easy ;  but  if 
not,  the  steam  is  generated  by  heating  a  large  tin-can  fitted  with  a  straight 
safety  tube.  The  substance  to  be  heated  may  be  placed  in  a  large  enajnelled 
iron  pan  or  even  a  stoneware  pneumatic  trough. 

Heating"  under  preSSUPe. — For  heating  substances  luider  pressure  an 
autoclave  is  used.  The  inner  vessel  is  not  filled  more  than  three-quarters  full 
with  the  mixture  to  be  heated,  and  the  materials  should  be  well  stirred  and  mixed 
together  luiless  a  vessel  fitted  with  a  stirrer  be  used.  Round  the  edge  is  a 
groove  in  which  a  lead  ring  is  placed.  The  lid  is  then  put  on,  the  lead  ring 
serving  the  purpose  of  making  a  tight  joint.  In  screwing  up  the  nuts  and  bolts, 
they  are  first  screwed  by  tjie  fingers  as  far  as  possible,  and  then  the  wrench  is 
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used.  It  is  best  to  turn  the  nuts  half  or  once  round  in  rotation  till  they  are  all 
quite  tight.  If  one  is  screwed  tightly  before  the  others,  leakage  may  occur,  or  a 
nut  may  slip  from  its  place. 

The  lid  of  the  autoclave  is  supplied  with  a  pressure-gauge  and  a  ther- 
mometer-pipe. A  little  oil  is  placed  in  the  latter  before  introducing  the  ther- 
mometer. Observations  of  both  temperature  and  pressure  are  usually  made  in 
heating  the  autoclave ;  indications  of  the  pressure-gauge,  for  instance,  often  show 
when  a  reaction  is  finished. 

The  vessel  is  heated  either  by  the  direct  flame  or  in  an  oil-bath.  In  the 
latter  case  the  bath  is  usually  a  part  of  the  apparatus.     AVhen  the  direct  flame 


V^ 


Fig.  3. 


is  used,  great  care  must  be  taken  to  raise  the  temperature  very  slowly  to  the 
required  point,  and  the  autoclave  must  not  be  opened  till  it  is  quite  cold. 

Work  with  fuming"  sulphuric  acid. — Fuming  sulphuric  acid  is  used 
very  largely  technically  for  the  preparation  of  polysulphonic  acids,  etc. ;  and  as 
it  is  a  very  unpleasant  substance  to  handle  if  proper  precautions  are  not  taken, 
it  is  necessary  to  explain  what  these  are. 

Acid  containing  SO3  up  to  nearly  40  per  cent,  is  usually  liquid,  from  40  per 
cent,  to  60  per  cent,  solid,  from  60  per  cent,  to  70  per  cent,  licjuid,  and  from  70 
per  cent,  upwards  again  solid.  The  acid,  if  solid,  is  first  melted.  This  is  done  by 
first  withdrawing  the  stopper  and  placing  a  watch-glass  on  the  mouth  of  the  bottle 
or  vessel  containing  the  substance,  and  then  leaving  it  in  a  warm  place  till  melted. 
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If  a  stove  or  warm  room  is  not  available,  the  bottle  is  placed  on  a  layer  of  sand  in 
a  large  vessel,  surrounded  by  sand,  and  warmed  with  a  very  small  flame.  When 
the  contents  of  the  bottle  are  melted,  the  neck  is  wiped  dry  inside  and  fitted 
with  a  cork  carrying  two  glass  tubes,  one  of  which  reaches  to  the  bottom  of  the 
bottle.  The  other  end  of  this  tube  is  bent  like  a  siphon  and  ends  in  a  glass  tap. 
The  second  tube  passes  only  a  short  distance  through  the  cork  and  is  bent  at 
right  angles. 

The  fuming  acid  is  now  easily  ejected  from  the  bottle  by  connecting  the  short 
tube  with  the  compressed  air  (or  an  ordinary  foot-bellows)  and  opening  the  tap. 
The  acid  may  be  blown  over  with  the  mouth  if  care  be  taken  to  interpose  a 
cylinder  or  bottle  containing  lumps  of  caustic  soda. 

If  the  acid  is  too  strong  (for  analysis,  see  page  266),  it  is  diluted  by  pouring 
into  ordinary  concentrated  sulphuric  acid.  As  much  heat  is  given  out  during 
the  mixing,  the  fuming  acid  must  be  added  slowly. 


Fig.  4. 


An  example  will  show  how  the  quantities  are  calculated  : — 
Required  360  grams  of  acid  containing  25  per  cent.  SO3 ;  to  be  made  from 
an  acid  containing  40  per  cent.  SO3  and  concentrated  acid  (96  per  cent.  HgSO^). 

Let  X  =  the  weight  of  fuming  acid  to  be  taken 

and  y  =  the  weight  of  cone,  sulphuric  acid, 

4v  X  80 
then  —^ is  the  weight  of  SO3  necessary  to  combine  with  the  4  per  cent,  of 


water  in  the  cone,  acid,  and  we  have 

AOx         Sy 


n. 


100 

X    + 


=   90 


45 
y   =    360 


whence  a;=266-5  and  7/  =  93-5.  Therefore  266-5  grams  of  the  40  per  cent.  SO3 
acid  must  be  mixed  with  93"5  grams  cone,  sulphuric  acid  in  order  to  give 
360  grams  of  an  acid  containing  25  per  cent,  of  SO3. 


Distillation. — The  distillation  of  liquids  is  carried  out  in  various  ways, 
depending  on  (1)  the  boiling-point,  and  (2)  the  state  of  the  liquid  as  regards  its 
admixture  with  other  substances. 

In  the  case  of  liquids  boiling  at  temperatures  up  to  about  130-140°,  the 
vapours  are  condensed  by  passing  them  through  a  tube  surrounded  by  a  water- 
jacket  (Liebi^'s  condenser) ;  when  the  boiling-point  lies  between  140°  and  about 
g«0°,  an  ordinary  tube  two  to  three   feet  long   is  used ;    and  above   280°   the 
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distillation  is  usually  carried  on  under  diminished  pressure.  When,  however, 
the  distillation  is  carried  on  very  slowly  (as  in  the  distillation  of  crude  benzene 
for  testing  purposes),  an  uncooled  tube  is  used. 

Distillation  of  pure  liquids  or  homogeneous  mixtures  of  liquids. — The 
apparatus  used  consists  of  a  distilling  flask  fitted  with  a  thermometer,  the 
bulb  of  which  is  just  below  the  side  tube;  the  latter  is  fitted  to  a  condenser 


(straight  tube  or  Liebig's)  by  means  of  a  cork  (fig.  4).  No  rubber  corks  should 
be  used  in  any  part  of  the  apparatus.  The  liquid  is  placed  in  the  flask  so  that 
the  latter  is  not  more  than  two-thirds  full,  and  a  small  piece  of  porous  porcelain 
dropped  in,  so  as  to  induce  regular  boiling.  The  liquid  is  heated  by  means  of 
the  water-bath,  or  with  the  free  flame. 

Fractional   distillation.^ — If  the   separation   of   two   or   more  liquids  into 
their  constituents  has  to  be  carried  out,  a  fractionating  column  is  used.     This 

*  tSee  Fractional  Distillation,  S.  Young,  1904,  Macmillan. 
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is  fitted  into  an  ordinary  wide-necked  flask,  and  effects  a  more  complete  separa- 
tion by  condensing  the  higher  boiling  portions  and  returning  them  to  the  flask 
(fig.  5). 

Of  the  many  kinds  of  condensing  columns  sold,  that  of  Hcmpel  is  one  of  the 
best,  and  is  the  one  shown  in  the  figure.  It  is  filled  with  glass  beads.  In 
fractional  distillation  the  liquid  is  distilled  and  the  distillate  collected  in 
fractions.  The  number  of  fractions  depends  on  the  boiling-points  of  the  con- 
stituents and  many  other  factors,  so  that  it  is  impossible  to  give  a  general  rule  for 
the  procedure. 

Having  obtained  a  number  of  fractions,  the  lowest  boiling  one  is  redistilled 
within  the  same  limits  as  before.  It  will  be  found,  of  course,  that  the  whole 
does  not  pass  over.  When  the  limit  has  been  reached,  the  second  fraction  is 
added  to  the  residue  in  the  distilling  flask  and  the  distillation  recommenced. 
Now,  although  the  whole  of  the  second  fraction  was  collected  at  a  temperature 
aftoye  the  limit  just  referred  to,  yet  a  part  of  it  will  now  pass  over  heloiv  this 
point.  Two  separate  portions  distdling  witliin  the  same  limits  have  been  thus 
collected,  and  these  are  of  course  mixed  together.  The  distillation  is  now 
continued  in  exactly  the  same  way ;  when  the  limiting  temperature  of  the  second 
fraction  has  been  reached,  the  third  fraction  is  added  to  the  residue  in  the  flask, 
and  so  on.  In  this  way,  after  mixing  the  distillates  boiling  within  the  same 
limits,  it  will  be  found  that  some  have  become  very  large  and  others  have 
diminished.  In  the  simple  case  of  a  mixture  of  two  liquids  whose  boiling-points 
lie  far  apart,  the  separation  will  be  fairly  complete  after  carrying  out  the 
fractionation  described.  When,  however,  three  or  more  liquids  are  mixed 
together,  the  fractions  lying  between  the  boiling  points  of  the  pure  liquids  are 
refraction ated  repeatedly  till  a  very  complete  separation  has  been  effected. 

Fractional  distillation  is  carried  out  on  the  large  scale  principally  in  the 
separation  of  benzene,  toluene,  and  xylene  from  crude  benzols  and  toluols. 

The  composition  of  the  three  brands  of  commercial  benzene  is  approximately 
as  follows  : — 


Name. 

Benzene,  per  cent. 

Toluene,  per  cent. 

Xylene,  per  cent. 

90  per  cent,  benzol, 

50         „           „              .         . 

30        „          ,,              .         . 

75 
50 
10 

24 
40 
60 

1 
10 
30 

An  example  of  the  fractional  distillation  of  "  50  per  cent,  benzol "  will 
illustrate  the  process  (Cohen,  Practical  Or<janic  Glieiuidrij,  p.   123). 

200  c.c.  were  distilled  fractionally,  using  a  simple  column  with  two  bulbs. 

Seven  fractions  were  collected  in  the  first  distillation,  and  a  residue  left  in  the 
fla.sk  as  follows  : — 


A 

71-5-85°. 

B 

85-90°. 

C 

90-95°. 

D 

95-100°. 

E 

100-105°. 

13  c.c. 

¥                G 

105-110°.     110-115°. 

Residue. 

19  c.c. 

53  c.c. 

26  c.c. 

15  c.c. 

17  c.c.          21  c.c. 

33  c.c. 

(It  will  be  noticed  that  this  sample  more  than  fulfils  the  requirement  for  a 
50  per  cent,  benzol,  as  113  c.c.  distilled  over  up  to  100°  instead  of  100  c.c.) 
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A  smaller  distilling  flask  is  now  taken  and  the  first  fraction  A  is  redistilled. 

Distilled  A  till  temperature  was  79°,  5  c.c.  collected. 

Now  add  B  collect  at  79-81°,  42  c.c.  ;  at  81-85°,  10  c.c. 

„     C  „  81-85°,  9  c.c. 

„     D  and  E       „  8.5-105^  50  c.c. 

„     F  „  105-108°,  11  c.c. 

„     G  „  108-110°,  22  c.c. 

Residue,      ...         42  c.c. 

The  5  c.c.  first  collected  is  technically  known  as  first  runnings,  and  contains 
hydrocarbons  of  the  fatty  series,  etc. 

There  is  a  large  fraction  (42  c.c.)  at  the  boiling-point  of  benzene  (80°),  and 
a  smaller  one  (22  c.c.)  at  the  boiling-point  of  toluene  (110°) 

The  fractions  collected  at  81-85°  (19  c.c.)  were  redistilled,  giving  12  c.c. 
at  79-81°  and  7  c.c.  at  81-85°.  Further,  the  fraction  collected  at  105-108° 
(11  c.c.)  was  redistilled,  giving  6  c.c.  at  105-108°  and  5  c.c.  at  108-110°.  By 
these  last  two  fractionations  the  amount  of  benzene  is  increased  by  12  c.c.  and 
of  toluene  by  5  c.c.  The  total  crude  benzene  obtained  is  thus  54  c.c.  and 
toluene  27  c.c,  and  by  a  further  fractionation  fairly  pure  benzene  and  toluene 
are  obtained. 

On  the  large  scale  nothing  is  lost,  for  the  intermediate  fractions  and  residues 
are  either  refractionated  or  used  direct  for  purposes  where  a  pure  product  is 
not  needed. 

The  above  example  may  be  tabulated,  for  the  sake  of  greater  clearness,  as 
follows : — 


A' 

B' 

C 

D' 

E' 

F' 

below 

Residue. 

79°. 

79-81°. 

81-85°. 

85-105°. 

105-108°. 

108-110° 

A     .     .     . 

5  c.c. 

Added  B   . 

42  c.c. 

(10  c.c.*) 

Added  C    . 

(9  c.c*) 

Added  D,  E 

50  c.c. 

Added  F    . 

(11  c.c.*) 

Added  G    . 

... 

22  c.c. 

42  c.c. 

•Refraction- 

ated— 

C.    . 

12  c.c. 

7  cc. 

E'.     . 

6  c.c. 

5  c.c. 

j 

5  c.c. 

54  c  c. 

7  c.c. 

50  c.c. 

6  c.c. 

27  c.c. 

42  c.c. 

Distillation  in  a  vacuum,  1 — Liquids  boiling  at  a  high  temperature  under 
the  ordinary  pressure  are  usually  distilled  under  diminished  pressure  in  order 
that  the  frequent  decomposition  which  takes  place  at  the  higher  temperature 
may  be  avoided. 

The  simplest  form  of  apparatus  for  distilling  in  a  partial  vacuum  is  a  com- 
bination of  two  distilling  flasks  (Hg.  6). 

The  side-tube  of  the  flask  forming  the  receiver  is  connected  with  the  pump, 
and  a  thermometer  is  fitted  into  the  neck  of  the  other  flask. 
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To  prevent  bumping  a  small  piece  of  porous  porcelain  is  put  into  the  liquid. 
As  a  good  deal  of  foaming  takes  place  when  distilling  under  reduced  pressure, 
the  flask  is  filled  only  one-half  to  one-third  full  with  the  liquid. 


Fig.  7. 


Fig.  8. 


Fio.  9. 


Another  form  of  distilling  flask  is  the  Claisen  flask  (flg.  7).     The  thermometer 
is  inserted  in  h,  and  a  tube  drawn  out  to  a  capillary  point  is  fitted  in  a  by  means 


THE   TECHNICAL   LABORATORY. 


189 


of  a  cork.  The  open  end  of  this  tube  outside  the  iiask  is  fitted  with  a  short  piece 
of  thick- walled  rubber  tubing  carrying  a  screw-clip.  In  carrying  out  a  vacuum 
distillation  in  such  a  flask,  the  clip  is  opened  slightly  in  order  to  allow  a  fine 
stream  of  air-bubbles  to  be  drawn  through  the  liquid — an  arrangement  which 
is  often  used  to  prevent  irregular  boiling. 

For  the  distillation  of  solids  a  flask  fitted  with  a  wide  curved  tube  is  used  (fig.  8). 

In  order  to  observe  the  pressure  in  the  distillation  apparatus  a  manometer  is 
inserted  at  a  convenient  point  (fig.  9).     The  difference  in  height  between  the 


two  mercury  columns  gives  the  pressure.     The  complete  apparatus  for  distilling 
in  vacuum  is  shown  in  fig.  10. 

The  distilling  apparatus  is  best  put  together  with  rubber  corks.  Ordinary 
corks,  however,  may  be  made  quite  tight  by  coating  them  when  in  position  with 
collodion.  The  flask,  which  should  not  be  of  more  than  250  c.c.  capacity,  is 
best  heated  by  either  a  metallic  air-bath  (iron  crucible)  or  a  metal  bath.  The 
lowering  of  the  boiling-point  by  a  reduction  of  pressure  to  about  10-20  mm. 
is  roughly  about  100^  for  most  substances. 


Fig.  11. 

Distillation  with  steam. — In  many  cases  where  a  direct  distillation 
cannot  be  carried  out,  and  particularly  for  the  separation  of  organic  from 
inorganic  substances,  distillation  in  a  current  of  steam  is  resorted  to  (see 
Preparation  of  Aniline). 

The  apparatus  used  is  shown  in  fig.  11. 

A  lai-ge  tin  is  fitted  with  a  two-holed  stopper,  through  which  pass  a  short 
bent  delivery-tube  and  a  long  straight  tube  reaching  to  the  bottom,  which  acts 
as  a  safety  tube. 


igo 
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This  is  heated  by  a  large  burner,  preferably  a  low  "Fletcher  burner."  The 
substance  to  be  distilled  is  placed  in  a  large  flask  inclined  as  shown,  in  order 
to  avoid  any  splashing  over  of  the  contents  into  the  condenser.  The  flask  is 
supported  on  a  sand-bath  and  heated  to  boiling.  When  the  steam  begins  to 
issue  from  the  tin,  the  rubber  tube  is  slipped  on  to  the  tube  reaching  to  the 
bottom  of  the  flask,  and  passed  through  the  latter  till  the  product  has  been 
driven  over.  During  this  process  the  flask  is  not  directly  healed.  When  the 
distillation  is  finished,  the  rubber  tube  between  the  tin  and  the  flask  is  dis- 
connected bafore  turning  off'  the  gas. 

In  some  cases  it  is  necessary  to  superheat  the  steam  before  passing  it  into 
the  flask  {e.g.  in  the  distillation  of  a-naphthylamine).  This  is  done  by  passing 
the  steam  through  a  copper  coil  heated  by  a  large  burner. 

FiltPation. — Most  of  the  filtering  in  a  technical  laboratory  is  done  with 
the  use  of  a  Buchner  porcelain  funnel,  fitting,  by  means  of  a  rubber  stopper, 
into  a  stout  filter-flask  with  side-tube.  This  is  connected  by  "pump  tubing" 
to  the  filter-pump,  so  that  a  good  vacuum  is  produced  in  the  flask. 


Fig.  12. 


The  filter-paper  used  is  that  specially  made  for  the  purpose,  which  can  be 
obtained  in  sizes  suitable  for  any  porcelain  funnel  (Schleicher  and  Schlill's 
No.  595  hardened  filter-paper).  Before  use,  it  is  moistened  with  water  and  fitted 
in  the  funnel  with  the  pump  working,  in  order  that  any  crevices  may  be  detected, 
and  the  paper  pressed  down  round  the  edge  with  the  finger. 

If  the  paper  be  carefully  removed  after  use,  it  may  be  washed  with  cold 
water  and  used  several  times.  Care  is  taken  always  to  disconnect  the  rubber 
tubing  before  turning  oft"  the  water,  otherwise  the  latter  may  be  sucked  into 
the  flask. 

In  cases  where  a  large  bulk  of  material  has  to  be  filtered,  or  the  precipitate 
filters  badly  under  suction,  the  filter-cloth  is  used  instead  of  paper.  For  the 
laboratory,  thin,  closely  woven  " gi'Qy  cloth"  (unbleached)  is  used.  It  is  cut 
into  squares  about  12  inches  side,  and  fixed  on  a  square  frame  of  wood,  with  the 
ends  projecting,  by  means  of  nails  standing  up  at  each  corner.  The  cloth  is 
dipped  into  hot  water  and  squeezed  out  before  use.  The  frame  is  placed  over 
a  dish  of  suitable  size. 

When  larger  frames  are  used,  side  2  feet,  they  are  conveniently  fitted  with 
legs  2  feet  long,  so  as  to  stand  on  the  floor  (fig.  12). 
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Wlien  as  much  as  possible  of  the  liquid  has  drained  through,  the  precipitate 
is  scraped  into  the  centre  of  the  cloth  with  a  spatula  and  tiie  cloth  carefully 
taken  from  the  frame.  It  is  now  folded  up  like  a  parcel,  the  ends  doubled  over 
and  pressed  out.  If  the  filtrate  has  to  be  kept,  this  is  done  by  putting  it  in  an 
ordinary  book-press,  which  stands  in  a  tin  shallow  trough,  and  screwing  up  slowly 
and  carefully.  If  the  cloth  bursts,  the  precipitate  is  collected  and  the  whole 
wrapped  up  in  a  second  cloth.  A  simple  way,  in  case  the  filtrate  is  not  re- 
quired, is  to  place  the  folded  cloth  on  a  table  and  pile  a  few  bricks  on  it ;  after 
a  few  hours  the  cake  will  be  found  to  be  pressed  hard.  The  cake,  after  pressing, 
is  removed  from  the  cloth  with  a  knife  or  spatula  and  dried  in  the  usual  way. 
The  cloth  is  boiled  out  with  water,  and  may  be  used  over  again. 

Salting"  out. — In  order  to  throw  a  substance  out  of  solution  the  method  of 
"salting  out  "  is  very  often  adopted  in  chemical  work.  This  consists  in  adding 
either  common  salt  or  potassium  chloride  (or  their  satiirated  solutions)  to  the 
solution,  in  order  to  make  a  salt  solution  in  which  the  substance  is  difficultly 
soUible.  The  method  is  specially  applicable  to  the  cases  of  sulphonic  acids  and 
dyestufis. 

Generally  speaking,  solid  salt  (or  in  certain  cases  potassium  chloride)  is 
gradually  added  to  the  solution  and  the  whole  well  stirred.  In  the  case  of  inter- 
mediate products,  the  salt  is  usually  added  till  no  more  will  dissolve,  when  the 
subtance  separates  out.  DyestufFs  are  precipitated  gradually,  a  drop  of  the  liquid 
being  placed  on  filter-paper  after  each  addition  of  salt  till  the  bulk  of  the  colour  is 
seen  to  have  separated.  Sometimes  very  little  salt  is  necessary,  and- if  added  in 
the  solid  state  causes  a  too  rapid  precipitation  of  the  dyestuff,  when  it  comes 
down  as  a  tarry  mass.  In  such  a  case  a  saturated  solution  of  suit  is  used.  In 
some  cases  the  sodium  salt  is  very  soluble,  even  in  a  saturated  salt  solution  ; 
but  the  potassium  salt  is  difficultly  soluble.  By  adding  potassium  chloride 
("  waste  salt")  to  the  solution  of  the  sodium  salt,  a  double  decomposition  takes 
place,  and  the  potassium  salt  is  precipitated.  A  similar  reaction  takes  place  in 
the  instance  of  a  sulphonic  acid,  which  forms  a  difficultly  soluble  (in  salt  solution) 
sodium  salt.  If  common  salt  be  added  to  the  solution  the  sodium  salt  will  be 
formed  and  precipitated,  even  in  presence  of  an  excess  of  sulphuric  acid. 

Care  must  be  taken  not  to  add  too  much  of  the  precipitant,  otherwise  the 
resulting  product  will  be  of  very  low  percentage,  owing  to  the  presence  of  an 
excess  of  salt.  In  such  a  case  the  precipitate  is  carefully  poured  off',  leaving  the 
solid  salt  behind,  or  water  is  added  till  the  excess  of  salt  is  dissolved.  There  is 
not  much  difference  between  the  solubility  of  sodium  chloride  in  cold  and  hot 
water,  as  the  following  table  shows  : — 

100  parts  of  water  dissolve  the  following  quantities  of  sodium  chloride  at  the 
corresponding  temperatures  : 


Temp., 

0° 

14° 

25° 

40° 

60° 

80° 

100° 

NaCl, 

35-52 

35-87 

36-13 

36-64 

37-25 

38-22 

39-16 

100  parts  of  water  dissolve  28-5  parts  of  potassium  chloride  at  0°,  33-4  parts 
at  15°,  and  59  parts  at  100°. 

Indicators  and  Reagents. —Indicators.— Besides  the  ordinary  laboratory 
indicators,  such  as  litmus,  phenolphthalein,  and  methyl  orange,  which  are  used 
chiefly  in  testing  acids  and  alkalies,  the  following  indicators^  used  in  the  form 
of  test-papers,  are  very  much  used  in  technical  laboratories. 

1.  Congo  ?-er/.^ Filter-paper  stained  with  an  aqueous  solution  of  this  dye  is 
used  instead  of  litmus-paper  for  the  indication  of  acids,  especially  mineral  acids. 
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The  advantage  it  possesses  over  litmus-paper  is  that  the  colour-change  is  far 
more  distinct,  and  also  by  its  use  it  is  possible  to  distinguish  between  mineral 
acids  and  organic  acids. 

With  the  former  a  deep  blue  coloration  is  obtained,  while  the  latter  change 
the  red  colour  to  dark  bi-own.  The  dark  brown  colour  is  probably  the  colour  of 
the  free  dye  (Congo  red  being  the  sodium  salt) ;  while  the  blue  produced  with 
mineral  acids  is  due  to  the  formation  of  a  compound  of  the  acid  with  the  dye 
(Schimansky,  J.C.S.,  1900,  Ixxviii.  305).    • 

The  test-paper  is  prepared  by  dipping  strips  of  filter-paper  into  a  solution  of 
5  grams  of  the  dye  in  4  litres  of  water.  After  drying  it  is  preserved  in  a  box  in 
the  dark. 

2.  Brilliant  yellow. — 5  grams  of  this  dye  are  dissolved  in  4  litres  of  water 
and  filter-paper  dipped  into  the  solution.  The  dried  paper  is  preserved  in  the 
dark.  It  is  used  for  the  detection  of  alkalies,  by  which  it  is  turned  red.  The 
alkali  salts  of  phenols  and  naphthols  give  an  alkaline  reaction ;  free  alkali  is 
detected  by  the  method  given  on  p.  277. 

3.  Starch-iodide  paper. — 10  grams  of  starch  are  ground  up  with  100  c.c.  of 
cold  water,  and  the  mixture  poured  into  1900  c.c.  of  hot  water,  and  the  whole 
boiled  for  a  few  minutes.  A  solution  of  3-4  grams  of  cadmium  iodide  is  added 
and  filter-paper  dipped  into  the  solution.  The  paper  must  be  dried  in  a  room 
free  from  chemical  fumes,  especially  nitrous  acid,  and,  after  drying,  preserved  in  a 
tin  box  or  glass-stoppered  bottle.     The  solution  will  not  keep. 

The  test-paper  gives  the  well-known  blue  coloration  with  free  nitrous  acid, 
chlorine,  bromine,  etc. 

Beagents. — Besides  the  usual  analytical  solutions,  such  as  standard  caustic 
soda,  sulphuric  acid,  potassium  permanganate,  etc.,  the  following  are  also 
necessary  for  the  technical  laboratory  : — 

Half-normal  sodium  nitrite. — This  is  the  most  convenient  strength  for 
analytical  work  such  as  testing  amines.  To  prepare  it,  36  grams  of  ordinary 
sodium  nitrite  are  dissolved  in  water  and  the  solution  made  up  to  1  litre.  It  is 
standardised  by  means  of  a  solution  of  potassium  permanganate  (see  page  268). 
2000  c.c.  correspond  to  1  molecule  in  grams  of  a  monamine  and  ^  molecule  of  a 
diamine  (benzidine,  etc.). 

Normal  aniline  solution. — This -is  used  for  preparing  the  standard  solution  of 
diazobenzene  chloride  for  analysis  (see  page  277).  93  grams  of  pure  aniline 
are  dissolved  in  300  c.c.  of  cone,  hydrochloric  acid  and  water  and  made  up  to 
1  litre. 

25  c.c.  of  this  solution  diazotised  with  50  c.c.  of  half-normal  nitrite  and 
made  up  to  250  c.c.  form  a  decinormal  solution  of  diazobenzene  chloride. 

Potassium  br ornate  solution. — See  page  280. 

Besides  the  above  it  is  useful  to  have  in  the  laboratory  stock  solutions  of 
substances  which  are  frequently  used.  They  are,  of  course,  not  standardised. 
Among  these  may  be  the  following:  — 

Caustic  soda  solution  (normal). — 40  grams  are  dissolved  up  to  1  litre. 

Sodium  carbonate  solution  (normal). — 106  grams  Na^COg  are  dissolved  up  to 
1  litre. 

Sodium  acetate  solution  (normal). — 136  grams  NaC^HgO.j.SHoO  are  dissolved 
up  to  1  litre. 

Sodium  chloride  solution. — A  cold  saturated  solution  is  prepared,  1  litre  of 
water  to  360  grams  NaCl. 

Lastly,  small  bottles  containing  (1)  solution  of  diazotised  p-nitraniline,  (2) 
solution  of  "  R  salt "  (/j-naphthol  disulphonate  of  soda)  mixed  with  sodium 
carbonate  (of  any  convenient  strength)  should  be  always  at  hand. 
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All  other  chemicals  in  the  laboi'atory  which  are  used  in  technical  work,  such 
as  the  common  acids,  amines,  phenols,  and  naphthols,  and  their  sulphonic  acids, 
etc.,  should  have  the  strength  clearly  marked  on  the  label,  together  with  the 
molecular  weight  according  to  which  this  has  been  calculated,  and  it  is  very 
convenient  to  write  on  the  label  the  number  of  c.c.  (in  the  case  of  a  liquid)  or  grams 
(in  the  case  of  a  solid)  which  contain  1  molecule  of  the  substance  in  grams. 

The  molecular  weights  of  a  number  of  substances  used  in  the  preparation  of 
dyestuffs  are  here  given  : — 

0  =  16 
Sodium  nitrite,  NaNOo,  ......         69 

„       acetate,  C.,H362Na+3HoO,      .  .  .  .  .136 

„       carbonate,  NaoCOg,       .  .  .  .  .  .106 

Na^;'CO3+10Hp,    .  .  .  .  .286 

„       hydrate,  NaOH,  ......         40 

„       sulphide,  Na.S  +  9B..p,  .  .  .  .  .240 

Amidoazobenzene,  .  .  ,  .  ,  .  .197 

Amidoazotoluene,  .......        225 

Amidoazoxylene,  .......       253 

Amidonaphthol, .  .  .  .  .  .  ,  .159 

Amidonaphthol  monosulphonic  acid,       .....       239 

„  „  sodium  salt,        .  .  .  .261 

„  disulphonic  acid,  .  .  .  .  .319 

,,  „  acid  sodium  salt,     .  .  .  .341 

„  „  disodium  salt,  .  .  .  .363 

Amidopheuol,      .  ,  ,  .  .  ,  ,  .109 

Aniline,  .........         93 

„     hydrochloride,      .  .  ,  .  .  .  .       129'5 

Benzidine,  .         .  .  .  ,  .  .  ,  .184 

Dianisidine,         .  .  .  .  .  .  .  .       244 

Diethylaniline,    .  .  .  .  .  .  .  .149 

Dimethylaniline,  .  .  .  .  .  .  .121 

Diphenylamine,  .  .  .  .  .  .  .169 

Dioxynaphthalene,  .  .  .  .  .  .  .160 

„  monosulphonic  acid,  .....        240 

„  „  sodium  salt,  .  .  .  .       262 

„  disulphonic  acid,         .....       320 

„  „  acid  sodium  salt, ....       342 

„  ,,  disodium  salt,       ....       364 

Naphthol,  .  .  .  .  .  .  ,  .144 

,,        monosulphonic  acid,    ......        224 

„  ,,  sodium  salt,     .....       246 

,,  ,,  potassium  salt,  ....       262 

,,        disulphonic  acid,  .  .  .  .  ,        3O4 

„  ,,       disodium  salt,        .....       348 

„  ,,        dipotassium  salt,   .....        380 

,,        trisulphonic  acid,         ......       384 

Naphthylamine,    .  .  .  .  .  ,  .  .        143 

„  hydrochloride,    .  .  ,  .  .  .179-5 

„  monosulphonic  acid,       .....       223 

»  ,,  sodium  salt  (anhydrous),  .  .       245 

»  „  sodium  salt  +  4H2O  (naphthionate),       .        317 

„  disulphonic  acid,  .  .  .  .  ,        3O3 

>j  „  acid  sodium  salt,     ....       325 
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Naphthylamine  disulphonic  disodium  salt,           ....       347 

„               trisulphonic  acid, 

.       383 

j>                        „           disodium  salt. 

427 

»                        ,,           trisodium  salt, 

449 

Nitraniiiue,         .... 

138 

Phenol,   .... 

94 

Phenylenediamine, 

108 

,,                 hydrochloride, 

181 

Pyrogallic  acid,  . 

126 

Resorcinol, 

110 

Salicylic  acid, 

138 

Sulphanilic  acid. 

173 

„           sodium  salt  (anhydrous). 
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„           sodium  salt  +  2H2O, 

231 

Tolidiue,              .... 

212 

Toluidiue, 

107 

,,       hydrochloride,  . 

143-5 

Toluylenediamine, 

122 

Xylidine,              .... 

121 

The  principal  operations  which  are  carried  out  on  the  large  scale  in  the 
preparation  of  the  raw  materials  for  the  production  of  dyestuflFs  are  the 
following  : — 

1.  Sulphonation  ;  introduction  of  the  group  SOgH.^ 

2.  Nitration  and  reduction;  introduction  of  the  groups  NOg  and  NHg. 

3.  Diazotisation  and  subseqiient  boiling  with  water ;  conversion  of  the  NHg 

group  into  the  OH  group. 

4.  Conversion  of  the  NHg  group  into  the  OH  groiip  by  boiling  with  dilute 

acids  or  alkalies. 

5.  Fusion  of  the  SO3H  group  with  caustic  alkali ;  forming  the  OH  group. 

6.  Conversion   of  the  OH  group  into  the  NHg   group   by   treatment   with 

ammonia. 

7.  Molecular  rearrangement  of  the  SO3H  group  by  heat. 

8.  The  elimination  of  the  SO3H  group  by  treatment  with  acids,  etc. 

Examples  of  these  processes  and  a  description  of  them  will  be  found  in  the 
following  pages. 

Conversion  of  the  NH,  group  into  the  OH  group  by  boiling*  with 

dilute  acids  or  alkalies. — This  is  an  operation  very  frequently  carried  out 
on  the  large  scale,  and  is  particularly  applicable  to  the  case  of  the  amido-  or 
diamidonaphthalene  sulphonic  acids. 

^  In  the  naphthalene  series  this  group  never  enters  into  the  ortho-,  para-,  or  pcrZ-position  with 
regard  to  a  sulphonic  acid  group  already  in  the  a-position,  i.e. 


on  further  sul})honation  never  gives  a  1  :  2,  1  :  4,  or  1  :  8  disulphonic  acid  ;  and  if  the  first  SO.jH 
group  is  in  a  ^position,  the  second  never  enters  into  the  corresponding  ortho-position,  i.e.  a  1  :  2- 
(lisulplionic  acid  is  never  obtained.  See  also  Chem.  Zeit,,  1893,  758  ;  1894,  180;  Proc.  C.S., 
1890,  130;  Ber.,  1894,  xxvii.  1209;  and  p.  11  of  this  book. 


THE    TECHNICAL    LABORATORY. 


195 


The  process  in  many  instances  is  carried  out  by  heating  with  water  alone,  of 
course  under  pressure. 

Thus  by  heating  a  mixture  of  the  acid  of  formula 


and  three  parts  of  water  to  180°,  the  corresponding  a-naphthol  disulphonic  acid 
is  formed. 

It  is  usual,  however,  to  employ  dilute  hydrochloric  or  sulphuric  acid. 

When  two  amido-groups  are  present,  the  reaction  may  be  so  modified  by  the 
regulation  of  the  temperature  that  only  one  NH^  group  is  converted  into  OH, 
the  second  being  changed  at  a  higher  temperature. 

Thus  the  acid  of  the  formula 

.   S0:5hI      J.      JsOgH 

on  heating  with  water,  dilute  acids,  or  dilute  alkalies,  gives  first 

NH.,  OH 
SO,hI     Jx     /bo,H 


(H  acid),  and  at  a  higher  temperature 

OH  OH 


(chromotropic  acid). 


When   the   diamido-acid   is   asymmetric,    the   NHg   group   nearest   to   the 
sulphonic  acid  group  is  the  first  to  be  converted ;  thus  :— 


NH,  OH 


NH2  NHg 


JSO3H 


and 


SO3H 


NH,  OH 


SO,H 


In  a  few  cases  alkalies,  such  as  milk  of  lime  or  dilute  caustic  soda,  are  used. 

With  regard  to  the  use  of  dilute  caustic  soda,  an  interesting  example  may  be 
here  mentioned,  although  it  is  not  concerned  with  the  conversion  of  the  NH^ 
group  into  the  OH  group. 

If  a  mYro-acid  be  treated  with  caustic  soda,  an  hydroxyl  group  is  introduced 
into  the  nucleus,  the  oxygen  being  supplied  by  the  nitro-group,  which  is  reduced 
to  the  nitroso-group.     Thus 
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on  being  boiled  with  caustic  soda  solution,  yields 

SO;,H  NO 

JsO.H 
OH 

which,  on  reduction,  yields 
SO3H      NH.^ 

iQQ  T£       ;  and  the  acid 
OH 

yields,  on  treatment  with  alkalies  in  the  cold,  first 

NO.,  NO  NO  NO 


NO.3  NO. 

so,hI     I     ,lso,H 


JSO3H         a^d  ^hen  SOaH'^ 


jSO,H 


OH 


OH  OH 


Elimination  of  the  SO3H  grroup  by  treatment  with  dilute  acids, 

etc. — By  heating  a  sulphonic  acid  witli  water  or  dilute  acids,  the  SO3H  group 
is  often  entirely  eliminated.  If  an  amido-group  is  present,  this  is  sometimes 
changed  into  the  hydroxyl  group  at  the  same  time ;  thus  the  acid  having  the 
formula 

SO3H  NH, 


jSOH 


yields  a  naphthol  sulphonic  acid  of  formula 
OH 

boH        >  and  the  acid 


gives,  first, 


SO3H 


NH, 


OH 


OH 


OH 


and  then 


OH 


JoH      (naphthoresorcinol). 


As  a  rule,  stronger  acid  (50  per  cent,  sulphuric  acid)  and  sometimes  a 
higher  temperature  is  necessary  to  split  off  the  SOgH  group  than  is  required 
for  the  change  of  NH^  to  OH. 

In  a  polysulphonic  acid  the  SO3H  group  in  an  a-position  is  eliminated  before 
one  in  the  more  stable  /^-position. 

(For  an  example  of  the  necessity  of  such  elimination  of  the  SO3H  group 
after  its  introduction  at  an  earlier  stage,  see  Ethoxyhenzidine,  p.  22.) 

Molecular  rearrangement  of  the  SO3H  g-roup.— The  transference  of 

this  group  from  one  position  to  another  in  the  benzene  or  naphthalene  ring 
is  brought  about  by  the  action  of  heat.  That  is  to  say,  if  the  group  lias  been 
already  introduced  into  a  molecule,  it  may  be  driven  from  its  position  by  raising 
the  temperature ;  and,  further,  if  a  second  group,  citlicr  the  same  or  a  dilleront 
one,  be  present  in  the  molecule,  the  second  position  taken  by  the  SO3H  group 
will  be  as  far  as  possible  away  from  the  other  group.  Thus  in  the  benzene  series, 
if  phenol  be  sulphonated  in  the  cold,  the  o/-//(0-sulphonic  acid  is  formed ;  but  if 
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the  temperature  be  slightly  raised,  the  sulphonic  acid   group  migrates  to  the 
2>ara-position  ;  thus  : — 

OH  0« 


SO3H         -^ 
\/  SO3H 

In  the  naphthalene  series  there  are  many  striking  examples  of  this  molecular 
rearrangement.  Thus  naphthalene  itself,  on  treatment  with  sulphuric  acid  at 
a  low  temperature,  forms  naphthalene-a-sulphonic  acid  ;  but  if  the  temperature 
be  raised,  the  y8-compound  results.  The  general  tendency  in  the  naphthalene 
series  is  for  the  sulphonic  acid  group  to  migrate  in  the  first  instance  from  an 
alpha-T^os'ition  to  a  Se^a-position  (when  the  temperature  is  raised) ;  and,  when  the 
other  group  in  the  molecule  is  an  SO3H  group,  any  further  migration  results  in 
a  compound  having  these  groups  as  widely  separated  from  each  other  as  possible, 
the  /i?-position  being,  however,  always  preferred.  Thus  naphthalene-a-sulphonic 
acid,  on  further  sulphonation,  gives  the  following : — 


SO3H  SO3H 


The  formation  of  the  latter  acid  at  a  higher  temperature  is  regarded  as  having 
been  preceded  by  the  initial  formation  of  the  1  :  5  acid,  which  undergoes  molecular 
change  in  the  direction  indicated,  at  a  higher  temperature. 

Further,  on  sulphonating  naphthalene-^-sulphonic  acid  we  obtain 


in  a  similar  way. 

An  interesting  case  of  molecular  change  where  an  excess  of  sulphuric  acid  is 
not  present  is  that  undergone  by  naphthiouic  acid.  If  this  substance  be  heated 
with  two  to  three  parts  of  naphthalene  to  the  boiling-point  of  the  latter  (217°), 
the  SO3H  group  migrates  from  the  a-position  to  the  ^-position ;  thus  :— 

NHl, 


SO.H 
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It  is  worthy  of  remark,  however,  that  this  latter  acid  is  not  formed  at  all  by 
the  sulphonation  of  a-naphthylamine,  but,  up  to  a  certain  temperature,  naphthionic 
acid  is  the  sole  product. 

Similar  cases  to  those  cited  above  occur  in  the  case  of  the  /3-naphthol 
sulphonic  acids. 

If  /J-naphthol  be  sulphonated  at  a  low  temperature,  we  obtain  the  acid 

SO3H 


but  at  a  high  temperature  this  passes  into  the  acid 

,0H 


(See  also  the  description  of  the  other  yS-naphthol  sulphonic  acids,  especially 
the  disulphonic  acids  R  and  G  on  p.  16.) 


CHAPTER  XXVII. 

PREPARATIONS  OF  INTERMEDIATE  PRODUCTS. 

I.  BENZENE  SERIES. 

1.  Nitrobenzene,  C^H-NOg. 
NOo 


50  grams  benzene. 

60       „     cone,  nitric  acid,  sp.  gr.  1*4  (43  c.c). 

90        ,,     cone,  sulphuric  acid  (50  c.c). 

The  nitric  acid  is  added  in  small  portions  at  a  time  to  the  sulphuric  acid 
contained  in  a  small  flask.  During  this  process  the  flask  is  well  cooled  under 
the  tap.  The  mixture  is  transferred  to  a  tap-funnel  and  added  slowly  to  the 
benzene  in  a  half-litre  flask.  The  flask  is  well  shaken  and  cooled  after  each 
addition,  and  the  temperature  must  not  be  allowed  to  rise  above  25°  until 
nearly  all  the  acid  has  been  added,  when  it  may  reach  50°.  A  wide  glass  tube 
is  now  attached  by  a  cork  to  the  flask,  forming  a  vertical  air-condenser,  and  the 
nitration  mixture  is  heated  in  a  water-bath  (water  at  60°)  for  one  hour,  being 
frequently  shaken.  The  contents  of  the  flask  are  poured  into  about  1  litre  of 
water,  when  the  nitrobenzene  sinks  to  the  bottom.  If  the  settling  is  not  at  once 
complete,  the  mixture  is  allowed  to  stand  for  some  time.  A  large  portion  of  the 
acid  solution  may  be  decanted,  and  the  rest,  together  with  the  nitrobenzene,  is 
transferred  to  a  separating  funnel  and  the  nitrobenzene  drawn  oft",  the  top  layer 
of  acid  being  thrown  away.  The  former  is  again  transferred  to  the  funnel,  three 
or  four  times  its  bulk  of  water  added,  the  whole  shaken,  and,  after  settling,  the  oil 
again  drawn  ofl".  This  operation  is  repeated  once  more,  after  which  the  nitro- 
benzene is  run  into  a  distilling  flask  of  about  300-400-c.c.  capacity,  which  is 
then  fitted  with  a  thermometer  and  connected  with  a  long  glass  tube  about 
8-10  mm.  in  diameter,  forming  an  air-condenser.  The  oil  is  distilled  over  the 
free  flame. 

At  first  water  and  benzene  pass  over,  then  the  temperature  rises  rapidly 
to  over  200°,  when  the  receiver  is  changed  and  the  nitrobenzene  collected  at 
204-207°.  Yield  55-60  grams.  The  yield  obtained  on  the  large  scale 
corresponds  to  75  grams.  The  difference  is  accounted  for  by  the  fact  that,  on 
the  large  scale,  the  stirring  is  continuous  and  no  nitrobenzene  is  lost  in  the 
wash-waters.  Any  benzene,  also,  which  is  recovered  by  distillation  is  nitrated 
with  the  next  batch. 

Properties. — Light  yellow  liquid,  with  a  smell  of  bitter  almonds;  B.P. 
206-207°,  M.P.  3°,  sp.  gr.  at  15"  =  1-208.  Nitrobenzene  comes  on  the  market 
as  (1)  light  or  pure  nitrobenzene,  B.P.  205-210°,  sp.  gr.   1-2;    and  (2)  heavy 
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nitrobenzene  (containing  nitrotoluenes),  B.P.  210-220°,  sp.  gr.  I'lS.  The 
terms  "  light "  and  "  heavy  "  apply,  not  to  the  specific  gravities,  but  to  the 
boiling-points. 

Commercial  nitrobenzene  is  tested  by  determining  (1)  the  boiling-point 
and  (2)  the  specific  gravity. 

Use. — Pure  nitrobenzene  is  used  for  the  manufacture  of  aniline,  benzidine,  and 
in  perfumery.     Heavy  nitrobenzene  is  used  in  the  manufacture  of  Magenta. 

Equation. — 

[  ;  :  OH  NO, 


The  sulphuric  acid  acts  as  a  dehydrating  agent. 

2.  Aniline. 
NH2 


NO, 

+     H2O 


100  grams  nitrobenzene. 
120        „     iron  powder. 
10       „     cone,  hydrochloric  acid. 

The  reduction  of  nitrobenzene,  as  well  as  other  nitro-bodies,  is  carried  out  on 
the  large  scale  by  the  use  of  iron  borings.  This  cannot  be  satisfactorily  imitated 
in  the  laboratory  ;  consequently  it  is  usual  to  reduce  nitrobenzene  on  the  small 
scale  by  means  of  tin  and  hydrochloric  acid.  If,  however,  very  finely  divided 
iron  or  "  iron  powder "  be  used,  the  reduction  proceeds  very  smoothly,  and  a 
yield  equal  to  that  given  by  the  former  method  is  easily  obtained. 

The  iron,  together  with  160  c.c.  water,  is  placed  in  a  large  flask  of  2-3-litres 
capacity  and  well  shaken.  The  flask  is  now  warmed  slightly,  and  a  few  drops  of 
nitrobenzene  added.  Then  the  acid  is  poured  into  the  flask,  and  the  remainder 
of  the  nitrobenzene  in  small  portions  at  a  time.  After  each  addition  the  flask  is 
thoroughly  well  shaken  and  cooled  under  the  tap.  The  addition  of  nitrobenzene 
and  amount  of  cooling  are  so  arranged  that  the  temperature  keeps  at  about 
80-90°.  When  the  reaction  is  finished  (shown  by  no  further  rise  in  tempera- 
ture on  shaking),  the  contents  of  the  flask  are  distilled  with  steam  (it  is  not 
necessary  to  make  the  mixture  alkaline)  till  the  distillate  is  no  longer  milky. 
The  volume  of  this  will  be  about  400-500  c.c.  The  distillate  is  transferred  to  a 
separating  funnel,  allowed  to  settle  (if  necessary),  and  the  aniline,  which  forms 
the  lower  layer,  drawn  off.  The  water  (which,  on  the  large  scale,  is  returned  to 
the  steam  boiler,  as  it  contains  about  3  per  cent,  of  aniline  in  solution)  is  now 
saturated  with  common  salt  and  allowed  to  stand  for  some  time.  The  aniline, 
which  rises  to  the  top,  is  separated  by  means  of  a  separating  funnel,  added  to 
the  first  portion  of  oil,  and  the  whole  distilled.  A  little  water  passes  over  at 
first  and  is  separately  collected  ;  the  aniline  then  passes  over  at  182°.  Yield 
50-70  grams. 

Properties. — Colourless  oil  with  a  peculiar  smell;  B.P,  182°,  sp.  gr.  1-026 
at  15°. 
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Commercial  "  pure  aniline  "  is  tested  by  distillation.  At  least  90  per  cent, 
by  volume  should  distil  at  182°.  It  should  give  a  clear  solution  with  hydro- 
chloric acid ;  a  yellow  colour  indicates  the  presence  of  nitrobenzene. 

"  Aniline  for  red "  {i.e.  for  the  manufacture  of  Magenta)  is  a  mixture  of 
aniline  (35  to  42  per  cent.),  orthotoluidine  (35  to  50  per  cent.),  and  paratoluidine 
(14  to  24  per  cent.).  It  results  from  the  reduction  of  "  heavy  nitrobenzene."  It 
should  boil  between  190°  and  200°,  and  have  a  specific  gravity  of  TOO?  to  1'009 
at  15°. 

Use. — Aniline  is  used  for  making  a  large  number  of  its  substitution  products, 
as  well  as  for  Quinoline,  Induline,  Magenta,  Aniline  blue,  diazobenzene  salts  (for 
azo-dyes),  and  Aniline  black. 

Equations. — 

NO.,  ITH^ 

'^  /\ 

3Fe  +  6HCl     -»     [       |     +     3FeClo  +  2HoO 

(See  also  p.  19.) 

3.  Acetanilvle. 

NH.(C.>H30) 
/\ 
I       I 
\/ 

Walter,  Aus  der  Praxis  tier  Anilinfarben/abrikation,  1903. 

200  grams  aniline. 

150      ,,      glacial  acetic  acid. 

The  aniline  and  acetic  acid  are  mixed  in  a  round  flask  of  one-litre  capacity, 
fitted  with  an  air-condenser,  and  boiled  on  a  sand-bath  for  ten  to  twelve  hours. 
The  tube  forming  the  air-condenser  should  not  be  too  long,  in  order  that  the 
water  vapour  may  escape  "while  the  aniline  and  acetic  acid  are  condensed. 

The  hot  liquid  is  poured  into  hot  water  containing  30  grams  of  concentrated 
hydrochluric  acid,  and  the  whole  well  stirred.  After  cooling,  the  acetanilide  is 
filtered  at  the  pump  and  washed  with  water.  The  filtrate  contains  about  20-30 
grams  of  aniline  as  hydrochloride,  which,  on  the  large  scale,  is  regained. 

The  acetanilide  is  transferred  to  a  porcelain  dish  and  dried  at  110-120°. 
On  cooling,  the  solidified  product  is  broken  up  and  powdered  in  a  mill.  Yield 
220-250  grams. 

Properties. — Acetanilide  is  difficultly  soluble  in  cold,  more  easily  soluble  in 
hot  water,  from  which  it  crystallises  in  white  leafy  crystals  ;  M.P.  115°,  B.P.  295°. 
By  boiling  with  concentrated  hydrochloric  acid,  it  is  hydrolysed  to  aniline  and 
acetic  acid. 

Use. — Acetanilide  is  used  largely  for  the  preparation  of  p-nitraniline. 

Equation. — 
NH2  NH2.CH,C00H         NH..CHCOOH         NH(CHXO) 

+     CH,,COOH    -^    I       ,  I       ]  _^  I       I     +     H.,0 


(aniline  acetate). 
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4.  p-Nitracetanilide. 
NHCCoHsO) 


NO2 

Walter,  Aus  der  Praxis  der  Anilinfarbenfabrikation. 

100  grams  acetanilide. 

300  „  cone,  sulphuric  acid  (167  c.c). 
62'5   „      cone,  nitric  acid  (44  c.c).  ) 

50      „      cone,  sulphuric  acid  (28  c.c).  j 

The  acetanilide  is  dissolved  in  300  grams  of  sulphuric  acid  contained  in  a 
round  flask,  the  temperature  not  being  allowed  to  rise  above  40°.  The  solu- 
tion is  cooled  to  5-10°  by  immersion  in  iee-water,  and  the  cooled  mixture  of 
62 "5  grams  of  nitric  acid  with  50  grams  of  sulphuric  acid  is  added  very  slowly. 
After  each  addition  the  flask  is  well  shaken  and  cooled  in  the  iee-water,  the 
temperature  being  kept  below  15°.  After  standing  a  short  time,  the  nitration 
mixture  is  poured  into  about  10  litres  of  water  containing  several  lumps  of  ice, 
when  the  ^'-nitracetanilide  separates  out,  and  is  filtered,  washed  free  from  acid, 
and  dried  on  a  porous  plate.     Yield  110-120  grams. 

Properties. — ^p-Nitracetanilide  crystallises  from  alcohol  in  almost  colourless 
needles ;  M.P.  207°. 

The  presence  of  orthonitracetanilide  is  detected  by  extracting  with  chloro- 
form, in  which  the  o-compound  is  soluble.  The  technical  product  should  give 
the  calculated  amount  of  p-nitraniline  on  boiling  with  hydrochloric  acid,  which 
is  tested  by  titration  with  standard  solution  of  sodium  nitrite. 

Use. — ^-Nitracetanilide  is  used  for  the  preparation  of  ^-nitraniline  and 
jo-amidoacetaniiide. 

Equation. — 

NH(C2H30)  NH(C,H30) 

/\ 
+         HNO3        -»        I       I  +H2O 

\y 

NO, 


5.  p-Nitraniline. 

NIL, 

/\ 

I       I 

\y 

NO., 

100  grams  ^)-nitracetanilide. 

The  acetyl  compound  is  boiled  with  250  c.c.  of  dilute  sulphuric  acid  (25  per 
cent.)  in  a  round  flask  attached  to  a  reflux  condenser  until  the  whole  dissolves. 
The  clear  solution  is  poured  into  a  beaker,  and  the  free  base  precipitated  by 
adding  dilute  caustic  soda  solution  till  alkaline.  After  cooling,  the  ^-nitraniline 
is  filtered,  reerystallised  from  hot  water  (on  the  large  scale  this  is  done  under 
pressure),  and  dried  on  a  porous  plate.     Yield  70-75  grams. 

Properties. — Yellow  needles  or  prisms;  M.P.  147° ;  dissolves  in  1250  parts  of 
water  at  18° ;  not  volatile  with  steam.    The  commercial  product  should  be  a  light 
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yellow  powder,  having  the  correct  melting-point,  and  dissolving  without  residue 
in  hydrochloric  acid.  It  is  tested  by  titration  with  standard  sodium  nitrite 
solution.     For  details  of  diazotisation,  see  p.  236. 

Use. — ^-nitraniline  is  used  in  the  production  of  azo-dyes,  and  also  for  the 
preparation  of  its  diazo-compound,  which,  by  combination  with  y3-naphthol  on 
the  fibre,  yields  paranitraniline  red. 


Equations.' 

— 

NHCCsHaO) 

/NHLaHoSO, 

->  1 1     1      f    2CH3COOH 

NO2 

H2S04  +  2IL,0 

/Nm 

K,SO, 

NH2 

- 

() 

+     2NaOH 

-»  2|       j     +     Na2S04  +  2H20 
NO., 

6.  p 

-A  midoacetanilide. 

NHCCaHsO) 

0 

NHo 

Nietzki, 

Ber 

.,  1884,  xvii.  343 

100  grams  j)-nitracetanilide. 
100      „      iron  powder. 
20      „      acetic  acid,  30  per  cent. 

The  iron  and  acetic  acid  are  placed  in  a  round  flask,  together  with  300  c.c. 
of  water,  and  about  half  of  the  nitracetanilide  is  added.  The  flask  is  well 
shaken  and  gradually  becomes  warmer  as  the  reduction  proceeds.  The  rest  of 
the  nitro-compound  is  gradually  added,  and  the  temperature  is  not  allowed  to 
rise  above  80°.  The  end  of  the  reaction  is  reached  when  the  contents  of  the 
flask  lose  their  yellow  colour  and  the  temperature,  after  shaking,  falls.  Sodium 
carbonate  solution  is  then  added  till  an  alkaline  reaction  is  obtained,  and  the 
mixture  filtered  hot  at  the  pump.  The  residue  is  boiled  up  several  times  with 
water  and  filtered  again.  The  united  filtrates  are  saturated  with  salt,  and  on 
cooling  fine  needle-shaped  crystals  of  amidoacetanilide  separate  out.  They  are 
filtered,  and  dried  on  a  porous  plate.  Yield  50-60  grams.  On  the  large  scale, 
amidoacetanilide  is  purified  by  distillation  in  vacuo  (in  which  form  it  is  sold),  or 
the  reduction  liquor  is  diazotised  direct  for  the  production  of  azo-colours  (direct 
cotton  blacks). 

Properties. — M.P,  161°.     Analysis  :   with  half-normal  sodium  nitrite  solution. 

Equation. — 

NHCCaHsO)  NHCCJHsO) 


_     +     3H2        ->        I       I     +     2H2O 
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7.  p-Sulphanilie  acid. 
NHo 


SO,H 

Neville  and  Winther,  Ber.,  1880,  xiii.  1940. 
^Nliihlhauser,  Ding.  pol.  J.,  1887,  cclxiv.  187. 
Paul,  Zeit.  ang.  Chem.,  1896,  685. 

100  grams  aniline. 

110      ,,       cone,  sulphuric  acid  (61  c.c). 

The  aniline  is  stirred  into  the  aoid  contained  in  a  shallow  porcelain  basin,  and 
the  acid  sulphate  thus  obtained  (C,iH5NH^.H2S04)  is  heated  in  an  oven  till  the 
temperature  reaches  205°.  This  must  take  four  hours.  The  oven  is  kept  at 
this  temperature  for  six  hours  more.  The  product  is  broken  up  and  dissolved  in 
hot  water  with  addition  of  40  grams  of  caustic  soda.  (An  alkaline  reaction  must 
be  obtained.)  The  solution  of  sodium  sulphanilate  is  boiled  for  a  few  minutes 
with  a  little  animal  charcoal  and  filtered  hot.  On  acidifying  with  hydrochloric 
acid  (Congo  paper  must  be  turned  blue)  the  sulphanilic  acid  crystallises  out ; 
after  standing  overnight  it  is  filtered  at  the  pump  and  dried  at  100°.  Yield 
150-160  grams. 

Properties. — Sulphanilic  acid  crystallises  from  water  in  large  colourless  plates 
containing  one  molecule  of  water  of  crystallisation,  which,  however,  is  easily 
driven  off.  It  is  sparingly  soluble  in  cold,  more  easily  in  hot  water.  The 
technical  product,  which  is  not  purified  on  the  large  scale,  is  usually  dark  grey. 
It  should  dissolve  in  alkalies,  giving  a  clear  solution  containing  only  a  trace  of 
black  insoluble  matter.  The  strength  is  determined  by  titration  with  standard 
sodium  nitrite  solution. 

Use. — Sulphanilic  acid  is  used  largely  in  the  preparation  of  azo-dyes. 

Equation. — 

NH.,  NH., 


+     H.SO,    -^1       I     +     H.O 
SO.jH 

8.  Dimethylaniline. 


N(CH,), 
Schoop,  Chem.  Zeitung,  1887,  253;  /.  Soe.  Chem.  Ind.,  1887,  436. 

75  grams  aniline. 

25      „      aniline  hydrochloride. 

75      „      methyl  alcohol. 

The  mixture  is  heated  in  an  autoclave  for  seven  to  eight  hours  to  230-240°, 
the  product  then  made  alkaline  with  NaOH,  distilled  with  steam,  and  the  oil 
separated  with  a  separating  funnel.  It  is  dried  with  solid  caustic  potash  and 
fractionated. 
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The  fraction  boiling  at  190-200°  is  collected. 
Properties. — Mobile  liquid ;  B.P.  192°. 

Equation. — 

I       I    +    2CH3OH      -^11    +     2H2O 
NH.,  N(CH3), 

9.  Nitrosodimethylaniline  hijdroddoride. 
NO 


N(CH,),.HC1 

100  grams  dimethylaniline. 
400      ,,      cone,  hydrochloric  acid  (345  c.c). 
60      „      sodium  nitrite. 

The  dimethylaniline  is  dissolved  in  the  hydrochloric  acid,  and  ice  added 
till  the  temperature  sinks  below  0°.  The  sodium  nitrite,  dissolved  in  a  small 
quantity  of  water,  is  slowly  added,  the  whole  being  stirred  mechanically  and  the 
temperature  not  being  allowed  to  rise  above  8°.  The  hydrochloride  of  nitroso- 
dimethylaniline separates  out,  and,  after  standing,  is  filtered  at  the  pvimp,  washed 
with  a  little  dilute  hydrochloric  acid,  and  dried  on  a  porous  plate. 

P?-o/?erifies.— Yellow  needles ;  M.P.  177°. 

Equation. — 

jHi  NOjOHi  jjQ 

+  ->  I       i        +     H.,0 


N(CH3).,  _  N(CH3)., 

(nitrosodimethylaniline  (base)). 


10.  Diethyl-m-amidophenol. 

n(C.;h,)., 
'oh 

A.P.  403,678;  D.P.  44,79288. 
Wolfrura,  Ghemisches  Praktikum,  Pt.  II.  326. 

50  grams  diethylaniline. 
150      „      fuming  sulphuric  acid,  30  per  cent.  SO3. 

The  acid  is  placed  in  a  500-c.c.  round  flask  (fitted  with  a  reflux  condenser) 
and  heated  on  a  boiling-water  bath.  The  diethylaniline  is  added  drop  by  drop 
during  half  an  hour.  The  heating  is  continued  till  a  sample,  rendered  alkaline 
and  extracted  with  ether,  gives  no  residue  of  diethylaniline  after   evaporation 
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of  the  ether.  The  product  is  then  allowed  to  cool,  poured  into  1  litre  of  water, 
and  nearly  neutralised  with  milk  of  lime,  the  complete  neutralisation  being 
effected  by  the  addition  of  chalk  till  this  produces  no  more  effervescence.  The 
calcium  sulphate  is  filtered  off'  washed  well,  and  sodium  carbonate  added  to  the 
filtrate  till  no  further  precipitate  is  produced ;  the  precipitate  is  filtered,  and 
the  solution  of  the  sodium  salt  evaporated  to  dryness,  first  over  the  free  flame 
and  finally  on  the  water-bath.  The  sodium  salt  of  the  diethylaniline  meta- 
sulphonic  acid  is  now  converted  into  the  phenol  by  fusion  with  caustic  soda. 
The  fusion  is  done  in  a  nickel  crucible  of  250-c.c.  capacity,  which  is  heated  in  an 
oil-bath.  One  part  of  the  dry  sodium  salt  is  added  gradually  to  a  mixture  of  one 
part  of  caustic  soda  and  one-third  of  a  part  of  water,  which  is  heated  to  260-270°. 
During  the  addition  of  the  sodium  salt  the  contents  of  the  crucible  are  well 
stirred  by  a  thermometer  encased  in  a  copper  tube.  Gloves  and  spectacles  must 
be  worn  to  avoid  accidents  due  to  spirting. 

When  all  the  sodium  salt  has  been  added  the  temperature  is  maintained  at 
270°  for  five  minutes  and  the  mass  allowed  to  cool.  The  contents  of  the 
crucible  are,  when  cold,  extracted  several  times  with  water  acidified  with  hydro- 
chloric acid,  and  the  neutralised  solution  evaporated  to  a  small  bulk,  when  the 
diethylamidophenol  crystallises  out.  This  is  filtered  at  the  pump  and  dried  on  a 
porous  plate. 

Properties. — M.P.  14°,  B.P .  275-280°;  is  used  for  the  preparation  of 
Rhodamine  B  (p.  252). 

Equations. — 

1^  +     H2SO4        ->        1       Lo„      +     H,0 


1 1 .  m-Dinitrotoluene. 


NO., 

Kayser,  Zeit.  Farb.  Chem.,  1903,  32. 

100  grams  toluene. 

-^.    ,     .^     ^.  .,       (  175     ,.       cone,  sulphuric  acid  (98  c.c). 

First  nitratmg  acid      {  ^ ^3     ^^       ^^^^^   ^^.^Jj^  ^^j^^  ^p  ^^    I.45  ^73  ^^^_ 

„  1     .,     ^-  -J  f  338     „       cone,  sulphuric  acid  (188  c.c). 

Second  nitrating  acid  j  ^  ^3     ^^       ^^^^^^  ^^^^j^  ^^j^^  ^p  ^^  ^  .5  ^^g  ^^y 

The  toluene  is  placed  in  a  stout  round  flask  of  about  one-litre  capacity,  which 
is  fitted  with  a  three-holed  rubber  stopper,  carrying  (1)  a  thermometer  reaching 
nearly  to  the  bottom  of  the  flask,  (2)  a  small  funnel,  and  (3)  a  glass  tube  bent 
at  right  angles  to  carry  off  the  fumes.  The  first  mixture  of  "nitrating  acid" 
is  added  through  the  funnel  in  small  portions  at  a  time,  the  flask  being  well 
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^akeii  after  each  addition  and  the  temperature  being  kept  at  60°.  When  all 
the  acid  has  been  added,  the  temperature  is  kept  at  60°  for  half  an  hour,  and 
the  flask  well  shaken,  then  allowed  to  cool.  The  contents  are  now  transferred 
to  a  separating  funnel  and  the  acid  drawn  off.  The  oil  (a  mixture  of  0-  and 
/•-nitrotoluene)  is  put  back  into  the  flask,  and  the  second  "  nitrating  acid  "  added 
slowly.  The  temperature  rises  and  is  kept  at  115°,  if  necessary,  by  warming 
on  the  water-bath.  After  the  whole  of  the  acid  has  been  added,  the  flask  is 
kept  hot  and  shaken  for  one  hour  at  frequent  intervals.  The  contents  of  the 
flask  are  now  allowed  to  cool  somewhat  by  standing  for  fifteen  minutes,  and 
poured,  while  still  hot,  into  a  glass  funnel,  which  has  been  temporarily  con- 
verted into  a  separating  funnel  by  means  of  a  thick  glass  rod  (or  a  glass  rod 
fixed  to  a  small  stopper),  which  closes  the  opening  from  the  top.  If  an  ordinary 
tap-funnel  is  used  the  hot  liquid  is  apt  to  crack  the  stopper.  The  acid  is  drawn 
off  and  the  oil  is  run  into  a  litre  of  boiling  water,  and  the  whole  stirred  up. 
Most  of  the  water  is  poured  off,  and  the  last  traces  of  water  are  separated 
by  the  use  of  the  glass  funnel  previously  warmed  with  hot  water.  The  liquid 
dinitrotoluene  is  allowed  to  crystallise  in  a  dry  basin.  The  yield  is  165  grams. 
The  nitrating  acid,  on  cooling,  deposits  a  further  quantity  of  dinitrotoluene  as 
crystals  (about  12  grams),  which  are  filtered,  melted  in  boiling  water,  and 
separated  as  before. 

Properties. — Long  yellow  needles ;  M.P.  71°. 

The  commercial  product  should  be  light-coloured  and  not  contain  oil.  The 
melting-poiut  should  be  nearly  correct. 

Lhn. — ?n-Dinitrotoluene  is  used  mostly  in  the  preparation  of  m-toluylene- 
diamine. 

Equations. — 

CH3  CH3  OH3 

■       '     +     HNO3        -»        I       |N02  and 


NO2 

(o-nitrotoluene)  (^-nitrotoluene). 

CH3 

^'^  And, 

0H3  ^     II    - 

(   \  NO, 


NO2 

12.  m-Toluylenediamine. 
CH3 

•  \/ 

NH, 

100  grams  ?n-dinitrotoluene. 

8       ,,       cone,  hydrochloric  acid. 
225      „       iron  powder. 

The  iron  powder  is  placed  in  a  round  flask  together  with  300  c.c.  of  water 
and  a   little  m-dinitrotoluene.     The  acid  is   now  added   and  the  mixture   well 
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shaken ;  a  little  more  dinitrotoluene  is  added,  and  the  flask  heated  to  60-70°, 
if  necessary,  in  order  to  start  the  reaction.  The  nitro-conipomid  is  added 
gradually,  in  small  portions  at  a  time ;  the  temperature  rises  after  each  addition, 
and  the  next  portion  is  not  added  until  the  temperature  begins  to  fall.  This 
should  not  be  allowed  to  rise  over  80°,  the  flask  being  cooled,  if  necessary, 
under  the  tap  When  the  reduction  is  finished,  the  mixture  is  filtered  hot  at 
the  pump,  the  iron  residue  transferred  to  the  flask,  and  boiled  up  with  water 
and  filtered  again.  The  united  filtrates  are  allowed  to  cool,  when  the  7H-toluylene- 
diamine  crystallises  out  in  fine  white  needles.  These  are  filtered  oft",  and  the 
filtrate  further  concentrated,  when  a  second  crop  of  crystals  is  obtained.  If  a 
solution  only  of  ?M-toluylenediamine  is  required,  the  filtrates  may  be  diluted 
and  tested  by  standard  solution  of  diazobenzene  chloride  (see  p.  277)  in  presence 
of  sodium  acetate.' 

Pro2)e)iies.— Colourless  needles  soluble  in  hot  water,  alcohol,  and  ether ; 
M.P.  99°,  B.P.  283-285°. 

Use. — //^-Toluylenediamine  is  used  in  the  manufacture  of  Bismarck  brown, 
many  Cotton  blacks,  and  as  a  "  Developer." 

Equation. — 

CH3  CH3 

l^jNO.         +    6K3        ->        l^l^a^        +   4H,0 


NO.,  NH.. 


13.  Benzidine. 

Erdmann,  Zeit.  ang.  Chem.,  1893,  163. 

100  grams  nitrobenzene. 
170      ,,      zinc  dust. 
105      ,,      caustic  soda. 

The  caustic  soda  is  dissolved  in  300  c.c.  of  water,  50  c.c.  of  methylated  spirit, 
and  the  nitrobenzene  added,  the  operation  being  carried  on  in  a  round  flask  of 
1^-2-litres  capacity.  The  flask  is  fitted  with  a  cork,  through  which  passes  a  glass 
tube  about  2  inches  long,  by  means  of  which  connection  is  made  with  a  reflux 
condenser  by  using  a  6-inch  length  of  |-inch  rubber  tubing.  The  zinc  dust,  whicli 
must  have  been  passed  through  a  fine  sieve,  is  now  added  in  small  portions  at 
a  time  to  the  mixture,  and  it  is  essential  that  the  flask  should  be  thoroughly 
well  shaken  after  each  addition  of  zinc,  and,  indeed,  throughout  the  experiment. 
The  zinc  dust  produces  a  vigorous  reaction  and  the  mixture  boils.  The  mixture 
is  kept  boiling  by  successive  additions  of  zinc,  but  this  should  not  be  added  so 
quickly  as  to  cause  the  contents  of  the  flask  to  foam  up. 

The  brown  colour  gradually  disappears,  and  when  the  reduction  is  complete 
the  contents  of  the  flask  should  appear  greyish  white.  If  this  eftect  is  not 
produced  at  this  stage,  more  zinc  dust  may  be  added,  and  the  flask  heated  on 
the  sand-bath  till  reduction  is  complete.  The  contents  of  the  flask  are  cooled, 
diluted  with  water,  ice  added,  and  the  whole  carefully  aciditied  with  hydro- 
chloric acid,  the  temperature  not  being  allowed  to  rise  above  15°. 

The  hydrazobenzene  separates  out  in  crusts,  which  are  easily  separated 
from    the  liquid,  and  any  zinc    remaining   vmdissolved,   by  pouring  the  whole 
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through  a  porcelain  funnol  (without  paper),  and  washing  the  hydrazo benzene 
with  water. 

This  is  now  converted  into  benzidine  by  boiling  with  300-400  c.c.  of  water  and 
adding  concentrated  hydrochloric  acid  gradually  as  long  as  the  latter  is  absorbed  ; 
finally,  the  acid  solution  is  allowed  to  boil  for  a  few  minutes  longer  and  the 
solution  of  benzidine  hydrochloride  filtered.  To  the  filtrate  sulphuric  acid  is 
added,  to  precipitate  the  benzidine  as  sulphate.  This  is  filtered,  washed,  and 
boiled  with  dilute  caustic  soda  solution.  The  solution  of  the  free  base  is  filtered, 
and  the  benzidine  crystallises  out  on  cooling,  is  filtered,  and  dried  on  a  porous 
plate. ^     Yield  20-30  grams. 

Properties. — Benzidine  crystallises  from  hot  water  in  large  silky  plates ; 
M.P.  122°.     It  is  tested  by  titration  with  standard  sodium  nitrite  solution. 

Use. — Benzidine  is  used  for  the  preparation  of  direct-dyeing  cotton  colours. 


+  3K,        -^  I    >0     +  3H2O 

(azoxybenzene). 

+     Ho        -s-  II  +     H2O 

(azobenzene). 

CgHgNH 
+     H2        ->  I 

CgHgNH 

(hydrazobenzene). 


Equations. — 

(1) 

ChH^NO, 
CeHgNO, 

(2) 

C„HgN. 

(3) 

CeHgN 

II 
C«H,N 

(4) 


C«H,NH  ^  CeH^NH^ 

I 
CeH.NH^ 

(benzidine). 


CfiH^NH  ^y"^«l^°^^'^^<^^^^S*^     CeH.NH^ 


14.   Thiocarhayiilide  (syni.  DipJienyWiiourea). 
.NHC«H, 


NHCgHg 

200  grams  aniline. 

200       ,,      carbon  bisulphide. 

200      ,,      absolute  alcohol. 

The  aniline,  carbon  bisulphide  (great  care  to  b^  taken  not  to  bring  this  in 
the  neighbourhood  of  a  flame),  and  alcohol  are  mixed  together  in  a  round  flask 
fitted  with  a  reflux  condenser,  and  gently  boiled  on  the  water-bath  for  about  ten 
hours.  As  sulphuretted  hydrogen  is  evolved,  an  exit  tube  may  be  attached  to 
the  top  of  the  condenser,  leading  either  to  a  draught  cupboard  or  into  soda-lime. 
The  mass  solidifies  after  a  time. 

When  the  reaction  is  finished,  the  alcohol  and  excess  of  carbon  bisulphide 
are  distilled  off"  on  the  water-bath  (there  must  be  no  flame  near  the  receiver  !). 
Water  is  added,  and  the  crystals  are  filtered,  washed  first  with  very  dilute  hydro- 

^  On  the  large  scale,  benzidine  is  purified  by  distillation  in  vacuo. 

14 
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chloric  acid,  to  remove  any  unchanged  aniline,  and  finally    with    water.     The 
thiocarbanilide  is  dried  on  a  porous  plate.     Yield  200-230  grams. 

Properties. — Colourless  rhombic  plates  ;  M.P.  151° ;  used  for  the  preparation 
of  Indigo  by  Sandmeyer's  method  (see  p.  263). 

Equation. — 

/NHCfiHg 
CS2  +   2C6HgNHo        ->         CS<  +     H.JS 


15.  Benzol  chloride. 
CHCl, 


50  grams  toluene. 

The  toluene  is  placed  in  a  100-c.c.  round  flask  with  a  wide  neck,  which  is 
fitted  with  a  doubly-bored  stopper.  Through  one  hole  passes  the  tube  of  a 
reflux  condenser,  and  through  the  other  a  narrower  glass  tube  (reaching  to  the 
bottom  of  the  flask),  through  which  a  current  of  dry  chlorine  is  led.  Tlie  flask 
is  placed  in  the  sunlight,  the  toluene  heated  to  boiling,  and  a  current  of  dry 
chlorine  conducted  into  it  until  its  weight  is  increased  by  40  grams.  (The 
chlorine  may  be  conveniently  prepared  by  warming  a  mixture  of  concentrated 
hydrochloric  acid  and  powdered  potassium  bichromate ;  it  is  dried  by  bubbling 
through  concentrated  sulphuric  acid).  The  flask  and  toluene  are  weiglied  before 
the  experiment,  and  by  weighing  again  after  passing  the  current  of  chlorine  for 
some  time  the  progress  of  the  chlorination  may  be  observed.  In  summer  the 
reaction  is  complete  in  a  few  hours,  but  in  winter  a  much  longer  time  may  be 
necessary. 

The  reaction  may  be  assisted  by  adding  4  grams  of  phosphorus  pentachloride 
to  the  toluene.  The  crude  product  is  not  separated,  but  is  used  immediately  for 
the  preparation  of  benzaldehyde  (see  below). 

Properties. — Colourless  liquid  ;  B.P.  206°. 

Analysis. — By  determining  the  boiling-point  and,  if  necessary,  the  percentage 
of  chlorine. 

Equation. —    ' 

CH3  dxCl2 

I       I     +     2CI2        -»        11     +     2H01 


16.  Benzaldehyde. 
OHO 

i       I 


90  grams  crude  benzal  chloride. 

The  crude  benzal  chloride  is  transferred  to  a  round  flask  fitted  with  a  reflux 
condenser,  500  c.c.  of  water  and  150  grams  of  precipitated  calcium  carbonate 
added,  and  the  mixture  heated  for  four  hours  in  an  oil-bath  (temperature  of  bath, 
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130°).  (On  the  large  scale  the  benzal  chloride  is  heated  in  an  autoclave  with  milk 
of  lime.)  The  contents  of  the  flask  are  now  distilled  with  steam  until  no  more  oil 
passes  over.  Before  the  crude  benzaldehyde  is  purified,  the  liquid  remaining  in 
the  flask  is  filtered  while  hot  and  excess  of  concentrated  hydrochloric  acid  added. 
On  cooling,  the  benzoic  acid,  which  is  formed  as  a  bye-product,  separates  out  in 
leafy  crystals.     It  is  filtered  off  and  recrystallised  from  hot  water.     M.P.  121°. 

The  steam  distillate  is  now  treated  with  a  concentrated  solution  of  bisulphite 
of  soda  (NaHSOy)  until,  after  long  shaking,  the  greater  part  of  the  oil  has  passed 
into  solution.  If  crystals  of  the  double  compound  of  benzaldehyde  and  sodium 
hydrogen  sulphite  separate  out,  water  is  added  until  they  are  dissolved.  The 
aqueous  solution  is  filtered  from  the  oil  remaining  undissolved,  and  the  filtrate 
treated  with  anhydrous  sodium  carbonate  until  an  alkaline  reaction  is  obtained. 
The  liquid  is  then  distilled  with  steam,  when  pure  benzaldeliyde  passes  over, 
and,  after  standing,  is  separated  by  means  of  a  tap-funnel.  It  is  finally  distilled, 
prefei'ably  in  a  stream  of  hydrogen. 

Properties. — Colourless  liquid,  smelling  of  bitter  almonds;  B.P.  179°,  sp.  gr. 
I  '0504  ;  slightly  soluble  in  water. 

Benzaldehyde  is  used  largely  in  the  preparation  of  Malachite  green ;  also 
benzoic  acid  and  cinnamic  acid. 

Analysis. — (See  p.  279.) 

Equations. — 

CHCl,  CHO 


+     K,0        ->        \       \     +     2HC1 

CHO  CHO(NaHSO„) 

/\ 

+     NaHSO;,       -> 


CH0(NaHS03)  CHO 


I       I     +     Na.,C03        ->        I       I     +     NaHCOs  +  NagSOs 


17.  m-Dinitrophenol. 
OH 

I    r°^ 
NO2 

Engelhardt  and  Latschinow,  Ber.,  1870,  iii.  97. 
Clemm,  J.i^r.  Chem.,  1870,  [2],  1.  145,  170. 

100  grams  chlorodinitrobenzene,  CI :  (N02)2=  1:2:4. 
125       ,,      sodium  carbonate  (anhydrous). 

The  sodium  carbonate  is  dissolved  in  1120  c.c.  water  contained  in  a  round 
flask,  the  chlorodinitrobenzene  added,  and  the  whole  boiled  for  twenty-four  hours 
the  flask  being  fitted  with  a  reflux  condenser. 

After  this  time  the  whole  of  the  oil  will  have  gone  into  solution.  The 
solution  is  acidified  with  hydrochloric  acid,  when  the  dinitrophenol  separates 
out;  this  is  filtered  at  the  pump  and  dried  in  the  air.     Yield  91  grams. 
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Properties. — m-Dinitrophenol  crystallises  ixom  water  in  pale  yellow  tables; 
M.P.  114°.  On  reduction  it  yields  diamidophenol,  which  is  used  as  a  photo- 
graphic developer  (amidol).  Dinitrophenol  is  used  largely  in  the  preparation  of 
"  Sulphur  blacks." 

Equation.  — 

CI  ONa 

'^"2     +     Na^COg        ->        I       |-^"2     +     NaCl  +  C0„ 


NO2  NO^ 

ONa  OH 


|N0^     +     HCl       -^       r>0^     +     NaCl 


NOo  NO 


CHAPTER   XXVIII. 

PREPARATIONS  OF  INTERMEDIATE  PRODUCTS. 
II.  NAPHTHALENE  SEEIES. 

18.  Naphthalene-P-sulplionic  acid. 


100  grams  naphthalene. 

120     ,,       cone,  sulphuric  acid  (67  c.c). 

The  acid  is  warmed  to  100°  in  a  round  flask,  and  the  finely -ground 
naphthalene  added  gradually,  the  flask  being  well  shaken.  The  mixture  is  now 
heated  (without  condenser)  in  an  oil-bath  to  160-170°  for  twelve  hours.  After 
cooling,  the  sulphonation  mixture  is  poured  into  1^  litres  of  water,  heated  to 
boiling,  and  milk  of  lime  added  until  an  alkaline  reaction  is  obtained.  (The 
amount  of  quicklime  is  calculated  from  the  sulphuric  acid,  and  is  slaked  with 
hot  water.)  The  mixture  is  at  once  filtered  through  cloth,  the  filter-cloth  is 
squeezed  out  into  another  dish,  the  liquid,  if  turbid,  being  filtered  and  added  to 
the  main  quantity.  The  precipitated  calcium  sulphate  is  boiled  up  with  1  litre 
of  water,  filtered,  and  pressed.  The  united  filtrates  are  evapox'ated  down  to  a 
small  bulk  and  allowed  to  cool.  After  standing  overnight  the  calcium  salt  of 
the  sulphonic  acid  crystallises  out  and  is  filtered  at  the  pump.  It  is  now  dis- 
solved in  hot  water,  and  a  solution  of  sodium  carbonate  added  till  a  filtered 
portion  (10  c.c.)  gives  no  further  precipitate  with  sodium  carbonate.  (The  weight 
of  anhydrous  sodium  carbonate  to  be  dissolved  is  calculated,  assuming  a 
theoretical  yield  of  naphthalene  sulphonic  acid.)  The  precipitated  calcium 
carbonate  is  now  filtered  at  the  pump,  and  the  sodium  salt  evaporated  till 
crystals  begin  to  separate  out. 

After  standing  overnight  the  crystals  are  filtered  off  and  the  filtrate  further 
evaporated,  when,  after  cooling  and  standing,  a  second  crop  may  be  obtained, 
which  is  added  to  the  first,  and  the  whole  dried  on  the  water-bath.  Yield 
120-140  grams. 

Properties. — The  acid  forms  non-deliquescent  plates. 


Equation. — 


-'^-'^  so  TI 
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19.  13-Naphfhol 


100  grams  sodium  naplithalene-/?-sulphonate. 
300     ,,       powdered  caustic  soda. 

The  caustic  soda,  together  with  30  c.c.  of  water,  is  placed  in  a  large  copper  or 
nickel  crucible  and  the  mixture  heated  to  280°.  The  thermometer  is  enclosed 
in  a  copper  or  nickel  tube  closed  at  one  end  and  containing  a  little  oil.  A 
large  cork  is  fitted  to  the  open  end  of  the  tube,  whereby  the  latter  may  be  con- 
veniently held  and  used  as  a  stirrer.  In  this,  as  in  all  melting  operations  with 
caustic  alkali,  the  eyes  must  be  protected  by  glasses  and  the  hands  by  thick 
gloves.  The  finely  powdered  )8-salt  is  now  added  as  quickly  as  possible,  with 
constant  stirring,  but  care  must  be  taken  that  the  temperature  does  not  fall 
below  260°.  When  all  is  in,  the  temperature  is  raised  to  320°,  and  the  I'eaction 
takes  place  at  310-320°.  The  mass  froths  and  steam  is  evolved,  and  when  the 
mass  becomes  quite  liquid  the  reaction  is  complete.  The  length  of  time  for  which 
the  fusion  is  kept  at  310-320°  is  about  five  minutes.  The  top  layer  of  the  melt, 
which  is  darker  than  the  lower  one  and  contains  the  sodium  naphtholate,  is  now 
poured  on  to  a  copper  plate  with  upturned  edges,  and,  after  cooling,  the  mass  is 
broken  up  and  dissolved  in  water.  The  naphthol  is  precipitated  with  concen- 
trated hydrochloric  acid  (in  the  draught  chamber).  On  the  large  scale  the  pre- 
cipitation is  sometimes  brought  about  with  a  stream  of  carbon  dioxide.  After 
cooling,  the  y8-naphthol  is  filtered  off,  dried,  and  distilled  in  vacuo  (see  p.  187). 
Yield  50-55  grams. 

Pro2Jertws.— Colourless,  crystaUine  solid  ;  M.P.  123°,  B.P.  286°,  sp.  gr.  1*217  ; 
difficultly  soluble  in  water  (in  1000  parts  cold  and  75  parts  boiling);  easily 
soluble  in  organic  solvents. 

Use.  /3-Naphthol  is  used  largely  in  the  preparation  of  azo-  and  other  dyes  ; 
also  in  the  production  of  "  para-reds,"  etc.,  on  the  fibre. 

For  analysis,  see  page  280. 


Kquations.- 


lO.,Na  /  Y  \ONa 

+  2NaOH         "^  I      .1      )  +  Na.SO,  +  H,.0 


-,ONa  ^  /  Y     |0H 

J  +  HCl        "^         '       \      )        +  NaCl 


20.  p-Naplithol-6-mlpliOHic  acid  (SchafFer's  salt). 

|0H 

K.P.  709884. 

100  grams  ^-naphthol. 

200      „      cone,  sulphuric  acid  (111  c.c). 
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The  /?-naphthol  is  finely  ground  and  gradually  added  to  the  sulphuric  acid, 
which  has  been  previously  warmed  to  30-40°  in  a  round  flask  of  about  400-c.c. 
capacity.  The  mixture  is  now  heated  on  the  water-bath  to  100°  for  eight  hours. 
The  product  is  dissolved  in  about  a  litre  of  water  and  saturated  with  common 
salt.  The  sodium  salt  of  the  naphthol  sulphonic  acid  separates  out,  and,  after 
standing  overnight,  is  filtered,  washed  well  with  saturated  salt  solution  till  free 
from  acid,  and  dried.  The  sodium  salt  of  the  isomeric  acid  ("  Bayer's  acid," 
OH  :  SO3H  =  2:8),  which  is  simultaneously  formed,  remains  in  the  filtrate.  Yield 
100  grams. 

Properties. — The  sodium  salt  crystallises  with  two  molecules  of  water.  It  is 
tested  by  titration  with  solution  of  potassium  bromate. 

Use. — SchafFer's  salt  is  used  largely  for  the  preparation  of  azo-dyes ;  also  for 
the  preparation  of  "  eikonogen  "  (CioH5.(OH)(S03H).(NO)  =  2  :  6  : 1),  used  as  a 
photographic  developer. 


pH:      +     HoSO,        -»         o/^ttI       I       P^      +     H,0 


^°^\/'\/' 


21.  (i-Naphthol-3 :  6-disulphonic  acid  ("  R  salt "). 

E.P.  70978^;  D.P.  3.3,9168*. 

100  grams  /3-naphthol. 

400      „      cone,  sulphuric  acid  (222  c.c). 

The  sulphuric  acid  is  placed  in  a  round  flask  of  one-litre  capacity  and  warmed 
on  a  sand-bath  to  125°.  The  naphthol,  finely  powdered,  is  added  fairly  quickly, 
and  the  mixture  kept  at  125-126°  for  five  to  six  hours.  It  is  now  poured  into 
water  and  neutralised  with  milk  of  lime.  The  calcium  sulphate  is  filtered  oflP, 
boiled  up  again  with  hot  water,  and  again  filtered,  both  filtrates  being  united.  A 
solution  of  sodium  carbonate  is  now  added  till  no  further  precipitate  is  obtained, 
and  the  calcium  carbonate  filtered  off.  The  filtrate  is  saturated  with  salt,  and 
the  R  salt  separates  out  as  a  yellowish  flocculent  precipitate,  which  is  filtered, 
washed  with  concentrated  salt  solution,  and  dried.  Yield  about  200  grams, 
100  per  cent. 

The  product  should  be  80  per  cent.  (mol.  wt.  348). 

Properties. — The  disodium  salt  is  easily  soluble  in  water,  nearly  insoluble  in 
alcohol,  and  combines  very  easily  with  diazo-solutions. 

R  salt  is  tested  with  a  standard  solution  of  potassium  bromate. 

Use. — It  is  mostly  used  for  the  preparation  of  azo-dyes  for  wool. 


Equation. — 


+     2H2SO4        ->         gQ^l        I        \^^_      +     2H,0 
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22.  a-Nitronaphfhalene,  CjoH^NOg. 
Witt,  Chevi.  Ind.,  1887,  x.  216. 


NO., 


100  grams  naphthalene. 
80       „       cone,  nitric  acid,  sp.  gr.  1'4  (57  c.c). 
100      ,,       cone,  sulphuric  acid  (56  c.c). 

The  acids  are  mixed  as  in  the  preparation  of  nitrobenzene,  and  transferred  to 
a  round  flask  of  about  500-c.c.  capacity.  The  naphthalene,  which  must  have 
been  finely  ground  in  a  mill  (a  coffee-mill  answers  the  purpose),  is  added  in 
small  quantities  at  a  time,  the  flask  being  well  shaken  and  cooled  after  each 
addition.  The  temperature  is  kept  at  45-50°.  After  all  the  naphthalene  has 
been  added,  the  mixture  is  warmed  to  55-60°  and  poured  into  cold  water.  The 
nitroiiaphthalene  sinks  to  the  bottom  and  the  acid  is  poured  oft".  The  solid  cake 
is  boiled  up  with  water  and  the  water  poured  away.  The  oil  is  now  transferred 
to  a  large  flask  and  subjected  to  steam  distillation,  whereby  a  little  unattacked 
naphthalene  is  driven  over  and  collects  in  the  distillate.  The  contents  of  the 
flask  are  now  poured  into  a  large  quantity  of  cold  water,  which  is  constantly 
stirred.  The  granulated  nitronaphthalene  is  filtered  off  and  dried  in  the  air. 
Yield  1 30  grams. 

Properties. — Light  yellow  solid,  crystallising  from  alcohol  in  long  needles ; 
M.P.  61°,  B.P„304°,  sp.-gr.  at  4°,  1-331. 

a-Nitronaphthalene  must  have  the  correct  melting-point  and  should  not 
contain  naphthalene  (shown  by  distillation  with  steam). 

Use. — It  is  used  almost  entirely  for  the  manufacture  of  a-naphthylamine. 

Equation. — 

OHiNOa  NO, 

+     H.,0 


23.  a-Naphthylami7ie. 

I       I        I 

Witt,  Chem.  IwL,  1887,  215. 
Paul,  Zeit.  amj.  Chem.,  1897,  145. 

60  grams  a-nitronaphthalene. 
80      ,,       iron  powder. 
4      ,,      cone,  hydrochloric  acid. 

The  iron  powder,  together  with  40  c.c.  water  and  the  acid,  is  placed  in  a  round 
flask  and  the  mixture  warmed  to  about  50°.  The  nitronaphthalene  is  now  added 
in  small  portions  at  a  time,  and  the  flask  well  shaken  after  each  addition.  The 
temperature  throughout  the  reduction  must  be  kept  at  70-80°.     When  the  last 
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portion  of  nitronaphthalene  has  been  added  the  flask  is  repeatedly  shaken,  and 
when  no  further  rise  of  temperature  is  observed  the  reaction  is  finished.  A  little 
milk  of  lime  is  now  added,  till  an  alkaline  reaction  is  obtained,  and  the  mass 
allowed  to  cool.  It  is  now  filtered  at  the  pump,  and  the  iron  residue  containing 
the  naphthylamine  is  dried  as  far  as  possible  in  the  air.  The  residue  is  trans- 
ferred to  a  small  retort,  the  neck  of  which  is  connected  by  a  rubber  stopper  with  a 
thick  glass  filter-flask,  the  exit  tube  of  the  latter  being  connected  with  the  vacuum 
pump.  "When  the  apparatus  is  exhausted  the  contents  of  the  retort  are  care- 
fully distilled  over  a  free  flame.  A  little  water  passes  over  at  first  and  then  the 
naphthylamine  distils.  The  last  portions  are  coloured  red.  The  crude  naphthyl- 
amine soon  solidifies^  and  the  cake  is  dried  between  filter-paper.  It  is  purified 
by  redistillation  in  vacuum  from  a  clean  retort.  Care  should  be  taken  to  avoid 
handling  a-uaphthylamine,  as  it  imparts  a  most  disagreeable  smell  to  the  fingers. 
If  the  distillation  has  been  carefully  carried  out,  a  yield  of  25-30  grams  should 
be  obtained. 

Properties. — a-Naphthylamine  is  nearly  insoluble  in  water,  and  possesses  a  very 
disagreeable  smell ;  B.P.  300°,  M.P.  50°.  The  technical  product  forms  greyish- 
white  lumps.  It  should  have  nearly  the  correct  melting-point,  and  dissolve 
almost  completely  in  dilute  hydrochloric  acid. 

Use. — a-naphthylamine  is  used  for  the  preparation  of  a-naphthol^  naphthyl- 
amine sulphonic  acids,  and  many  azo-dyes. 

Equation. — 

NO2  NH.2 

I     +    3Fe  +  6HCl        ->       I       I       |     +   .^FeCL  +  2H.,0 


24.  Naphthionic  acid. 
NH., 


sO:;h 


Neville  and  Winther,  Ber.,  1880,  xiii.  1948;  J.G.S.,  xxxvii.  632. 

E.P.  223783. 

Witt,  Ber.,  1886,  xix.  578. 

Paul,  Zeit.  fiir  ang.  Chem.,  1896,  685. 

100  grams  a-naphthylamine. 

500      „       cone,  sulphuric  acid  (278  c.c). 

The  naphthylamine  is  added  to  the  acid  contained  in  a  round  flask  and  heated 
to  100-120°  for  three  to  four  hours,  till  a  sample  made  alkaline  and  extracted 
with  ether  yields  no  naphthylamine  on  evaporation  of  the  ether.  The  mixture 
is  poured  into  water,  when  the  difficultly  soluble  naphthionic  acid  separates 
out ;  this  is  filtered,  washed  with  cold  water  till  free  from  acid,  and  exactly 
neutralised  by  addition  of  caustic  soda.  The  solution  of  the  sodium  salt  is 
saturated  with  common  salt  and  allowed  to  stand,  when  the  sodium  naphthionate 
separates  out  in  white  crystals.  These  are  filtered  at  the  pump,  dried  on  a 
porous  plate,  then  carefully  in  the  steam  oven.  The  dried  substance  may  be 
extracted  with  alcohol  or  benzene,  in  order  to  remove  a  trace  of  a-naphthylamine. 
Yield  about  140  grams  of  100  per  cent. 
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Properties. — The  acid  forms  colourless  needles,  almost  insoluble  in  cold 
water.  The  sodium  salt  is  easily  soluble  in  watei',  and  crystallises  with  four 
molecules  of  water. 

The  technical  product  is  the  sodium  salt.  It  should  give  a  clear  fluorescent 
solution  with  water.  For  analysis,  a  portion  is  extracted  with  alcohol  and  the 
filtrate  evaporated  to  dryness ;  the  residue,  if  any,  is  a-naphthylamine.  The 
sodium  naphthionate  after  extraction  is  tested  with  half-normal  nitrite  at  the 
ordinary  temperature.     It  should  be  about  70  per  cent. 

Use. — Sodium  naphthionate  is  used  largely  in  the  manufacture  of  azo-colours. 

Equation. — 

NK.  NH., 


HOiSOaH         ->        I       i        I     +     H2O 

_  SO3H 

(naphthionic  acid). 

25.  a-Naphthol  sulphonic  acid  (1  : 4)  (Neville  and  Winther's  acid). 

OH 


SO3H 

Ber.,  1880,  xiii.  1949.     D.P.  26,01283. 

100  grams  sodium  naphthionate. 
125       ,,       cone,  hydrochloric  acid. 

30      ,,       sodium  nitrite. 

80      ,,       cone,  sulphuric  acid  (45  c.c). 

The  naphthionate  is  dissolved  in  cold  water  in  a  thick  beaker,  and  the 
hydrochloric  acid  added  slowly,  the  mixture  being  well  stirred.  Free  naphthionic 
acid  separates  out  as  a  thick  white  precipitate.  This  is  diazotised  by  the  addition 
of  the  sodium  nitrite,  which  has  been  previously  dissolved  in  a  small  quantity 
of  water.  The  nitrite  solution  is  added  slowly  in  small  portions  at  a  time, 
the  whole  being  well  stirred,  preferably  by  a  mechanical  stirrer.  The  white 
naphthionic  acid  gradually  changes  into  the  yellow  diazo-salt,  which  is  also 
insoluble  in  water.  Tests  are  frequently  made  with  iodide-starch  paper,  and 
when  the  whole  of  the  naphthionic  acid  has  been  diazotised  a  reaction  with  the 
test-paper  should  be  obtained  after  ten  minutes'  stirring.  If  no  blue  coloration 
is  obtained,  a  little  more  nitrite  solution  is  added.  The  diazo-salt  is  now  filtered 
at  the  pump,  transferred  to  a  dish,  and  stirred  with  water  to  a  thick  cream. 
This  is  slowly  added  to  a  boiling  mixture  of  the  sulphuric  acid  with  1500  c.c. 
water.  Nitrogen  is  evolved,  and  the  solution  is  coloured  red,  owing  to  the  com- 
bination of  the  diazo-salt  with  the  naphthol  sulphonic  acid,  forming  the  azo-dye 
"  Carmoisine."  As  soon  as  the  evolution  of  nitrogen  is  finished,  the  solution  is 
neutralised  with  sodium  carbonate.  The  naphthol  sulphonic  acid  is  not  isolated, 
the  solution  being  used  direct  for  the  preparation  of  azo-dyes.  The  solution 
is  tested  with  standard  diazobenzene  solution  in  presence  of  sodium  carbonate ; 
it  should  be  about  4  per  cent,  and  contain  75-80  grams  of  the  naphthol 
sulphonic  acid.  The  presence  of  the  small  quantity  of  red  colour  in  the 
solution  is  not  detrimental  to  the  shade  of  even  a  blue  azo-dye  prepared  from 
it,  as,  owing  to  its  solubility,  the  Carmoisine  passes  away  in  the  filtrate. 
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Another  method  of  preparation  of  this  acid  consists  in  heating  a  mixture 
of  100  grams  sodium  naphthionate,  100  grams  caustic  soda,  and  100  cc.  water 
in  an  autoclave  for  eight  to  ten  hours  to  240-260°.  After  cooling,  the  pro- 
duct is  dissolved  in  750  c.c.  of  hot  water  and  neutralised  with  hydrochloric  acid. 
The  solution  is  now  saturated  with  salt,  when  the  sodium  salt  of  the  naphthol 
sulphonic  acid  separates  out  in  white  crystals  and  is  filtered  and  dried  (D.P. 
46,30788). 

Properties. — Both  the  free  acid  and  its  salts  are  very  soluble  in  water. 
The  sodium  salt 

,0H 


Nso, 


3Na 
is  largely  used  for  the  preparation  of  azo-dyes. 

Equations. — 

NHL,  N2CI 

+    NaN0o  +  3HCl    -»    i       i       I     +     2NaCl  +  2H,,0 

SOgNa  SO3H 

N,C1  OH 

111     +  H2O    -^1       I       I     +     N2+HCI 

SO.iH  SO.jH 

26.  a-Naphthylamine  trisulphonic  acid. 
SO3H    NHa 

SO;5H'x^''\y^03H 
E.P.  15,71685;  D.P.  38,2818\     E.P.  925890;  D.P.  56,05890. 

/.  Preparation  of  naphthalene  trisulphonic  acid. — 

100  grams  sodium  naphthalene-^-sulphonate. 

187       ,,      fuming  sulphuric  acid,  40  per  cent.  SO3. 

The  "y8  salt"  is  slowly  mixed  with  the  fuming  acid  in  a  round  flask,  keeping 
the  temperature  during  the  addition  below  60°.  The  mixtiire  is  slowly  warmed 
in  an  oil-bath  to  125°,  kept  at  this  temperature  for  one  hour,  then  raised  to 
160-170°,  and  heated  at  this  temperature  for  ten  hours. 

//.  Nitration  of  naphthalene  trisulphonic  acid. — 

42  grams  cone,  nitric  acid,  sp.  gr.  1"4  (30  c.c). 
60       „      cone,  sulphuric  acid  (33  c.c). 

The  sulphonation  mixture  is  allowed  to  cool,  and  the  mixture  of  nitrating 
acid  added  slowly.  The  mixture  is  cooled  and  frequently  shaken,  and  the 
nitration  carried  on  at  25-30°.  When  the  whole  of  the  acid  has  been  added, 
the  mixture  is  allowed  to  stand  for  a  few  hours. 
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in.  Redaction  of  the  nitration  mixture. — The  niti-ation  mixture  is  poured 
into  water,  the  solution  warmed  to  40°,  and  powdered  iron  added  gradually  till 
the  yellow  colour  of  the  nitro-acid  vanishes  (seen  by  placing  a  drop  on  filter- 
paper).  Milk  of  lime  is  now  added  until  an  alkaline  reaction  is  obtained,  and 
the  hot  mixture  filtered  at  the  pump.  The  residue  is  boiled  up  with  water  and 
filtered  again.  The  filtrate  is  treated  with  sodium  carbonate  solution  till  no 
further  precipitate  is  obtained,  and  the  calcium  carbonate  filtered  off.  The 
filtrate  is  evaporated  down  to  a  small  bulk  and  acidified  with  hydrochloric  acid, 
when  the  disodium  salt  of  the  naphthylamine  trisulphonic  acid  crystallises  out. 
After  cooling,  this  is  filtered  and  dried. 

Properties. — The  disodium  salt  is  easily  soluble  in  water,  but  difficultly 
soluble  in  salt  solution  or  hydrochloric  acid. 

It  is  analysed  by  titration  with  half-normal  nitrite  solution. 

Use. — The  chief  use  of  the  acid  is  for  the  preparation  of  amidonaphthol 
disulphonic  acid  H  and  chromotropic  acid  (1:8-  dioxynaphthalene  -3:6- 
disulphonic  acid),  which  are  used  largely  in  the  preparation  of  azo-dyes. 

Equations. — 

SOjH 

f     HNO.J      -> 
S0:;H    NO.2  SO3H      NH.2 


SO^Hk     A     Vh      +     ^^^  -"      SO,h!       I,>0^      +     2^° 


27.   Amidonaphthol  disulphonic  acid  H. 
OH     NHLj 

JsOjH 

E.P.  13,443^0;  D.P.  69,7229'>. 

50  grams  a-naphthylamine  trisulphonic  acid  (disodium  salt)  1:3:6:8. 
100      ,,      powdered  caustic  soda. 

The  caustic  soda  is  dissolved  with  10  c.c.  of  water  in  a  nickel  or  copper 
crucible,  the  protected  thermometer  being  used  as  a  stirrer,  as  in  the  preparation 
of  /3-naphthol.  The  eyes  and  hands  are  also  protected,  as  before.  J'he  soda 
is  heated  to  180°,  and  the  finely  powdered  sodium  salt  added  whilst  stirring. 
The  temperature  is  maintained  at  180°  till  the  melt  has  become  clear  and  thin, 
when  the  reaction  is  finished.  After  cooling,  the  mass  is  dissolved  in  water  and 
acidified  with  hydrochloric  acid  (in  the  draught  chamber),  when  the  acid  sodium 
salt  of  H  acid  crystallises  out.  After  standing  overnight  the  acid  is  filtered  at 
the  pump  and  dried. 

Properties. — The  acid  sodium  salt  forms  white  needles,  and  is  difficultly 
soluble  in  cold  water.     Its  aqueous  solution  shows  a  blue-red  fluorescence. 

It  is  analysed  by  titration  with  standard  diazobenzene  chloride  solution  in 
alkaline  solution. 
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Use.  — H  acid  is  used  for  the  preparation  of  violet  to  blue  azo-dyes. 
Equations. — 


SO^H    NH, 


SO,Na'.  A /teO.Na    ^     '^'■"^  -*      SO^Na'       '      JsO.Na    +  '"^-«°^+^^° 


'3-* 


ONa  NH., 

SO.Nak   A   ;S0..]Sra    +     ^^°^       ">       SO.Na';  X  /'sO.H      +     ^^^^^ 


28.  P-Naphthylaminp. 

Merz  and  Weith,  ^er.,  1880,  xiii.  1300  ;  1881,  xiv.  2343. 
Calm,  Ber.,  1882,  xv.  613. 

60  grams  y8-naphthol. 
240      „      zinc  ammonium  chloride. 

Preparation  of  zinc  ammonium  chloride.  —  Dry  ammonia  gas,  made  by 
boiling  a  solution  of  ammonia  ('880)  in  a  flask  connected  with  an  upright 
drying  tower  containing  soda-lime,  is  passed  through  a  glass  tube  containing 
powdered  zinc  chloride.  The  combination  takes  place  with  the  evolution  of 
much  heat,  and  the  reaction  is  finished  when  no  more  ammonia  appears  to  be 
absorbed.  The  white  substance  is  then  removed  from  the  tube,  powdered,  and 
stored  in  a  dry  bottle. 

Preparation  of  fi-naphthylamine.  —  The  mixture  of  ^-naphthol  and  zinc 
ammonium  chloride  is  placed  in  a  flask  of  750-c.c.  capacity  connected  with  a 
reflux  condenser,  and  heated  in  an  oil-bath  at  200-210°  for  two  hours.  (On  the 
large  scale  the  naphthol  is  heated  with  aqueous  ammonia  in  an  autoclave.) 

During  the  operation  a  considerable  quantity  of  water  is  evolved,  but  hardly 
any  ammonia. 

After  heating  the  requisite  length  of  time  the  mass  is  cooled  and  treated 
with  caustic  soda  (solution  containing  150  grams),  and  the  mixture  allowed  to 
boil  for  some  minutes.  It  is  then  decanted  into  a  three-litre  flask  and  distilled  in 
a  current  of  superheated  steam,  which  causes  the  whole  of  the  y8-naphthylamine 
to  pass  over  with  the  distillate.  The  base  is  then  isolated  by  evaporating  the 
distillation  to  a  small  bulk,  allowing  it  to  cool,  and  filtering  the  /3-naphthylamine, 
which  crystallises  out. 

It  should  be  further  purified  by  distillation  in  a  vacuum. 

Properties. — Plates,  usually  slightly  coloured;  M.P.  111-113°,  B.P.  294°; 
slightly  soluble  in  boiling  water ;   gives  no  colour  with  ferric  chloride. 

y8-Naphthylamine  should  be  completely  soluble  in  dilute  hydrochloric  acid, 
and  have  the  right  melting-point.  It  is  used  in  the  manufacture  of  red 
azo-dyes. 

Equation. — 

'   ^9^      +     NH,        -^        r    Y    ^|NH,        +     H.,0 
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29.  (i-Naphthylamine  disulphonic  acid  G. . 
SO3H 

E.P.  81684 ;  D.P.  35,0198'*. 

100  grams  /8-naphthylamine. 

390       „      fuming  sulphuric  acid,  25  per  cent.  SO3. 

The  ;8-naphthylamine  is  dissolved  in  sufficient  hot  water  containing  70  grams 
concentrated  hydrochloric  acid  (60  c.c).  A  solution  of  113  grams  of  crystallised 
sodium  sulphate  is  added,  whereby  the  sulphate  of  the  base  is  precipitated 
[(CioH7.NH2)2H2SOj.     After  cooling,  this  is  filtered  and  dried. 

The  sulphate  is  finely  ground  and  added  to  the  fuming  acid  in  a  round  flask, 
and  the  mixture  is  heated  to  110-140°  until  a  few  drops  dissolve  clearly  in  water 
(about  seven  to  eight  hours).  The  sulphonation  mixture  is  now  poured  into  water, 
neutralised  with  milk  of  lime  (alkaline  reaction),  the  calcium  sulphate  filtered  off", 
and  the  residue  boiled  up  with  water  and  again  filtered.  The  solution  containing 
the  calcium  salt  is  treated  with  sodium  carbonate  solution  until  no  further 
precipitate  occurs,  and  filtered.  The  solution  is  evaporated  somewhat,  acidified 
with  hydrochloric  acid,  and  potassium  chloride  added  until  no  more  dissolves. 
On  cooling,  the  precipitated  acid  potassium  salt  is  filtered  and  dried. 

Properties. — The  free  acid  and  most  of  its  salts  are  easily  soluble  in  water. 
It  is  analysed  with  standard  solution  of  sodium  nitrite. 

"  Amido-G  salt "  is  used  in  the  preparation  of  black  azo-dyes  for  wool. 

Equation. — 


+     2H.JS0.     -> 

-  ^  SO.H 


30.  A  midonaphthol  sulphonic  acid  y. 
OH 

^\/'\/' 
E.P.  15,17689,  16,69989. 

50  grams  /3-naphthylamine  disulphonic  acid  G. 
42      ,,      powdered  caustic  soda. 

The  caustic  soda  is  dissolved  in  50  c.c.  of  water  and  placed  in  an  autoclave. 
The  amido-G  salt  is  well  stirred  in,  the  lid  screwed  on,  and  the  vessel  heated  for 
six  hours  to  190-195°. 

When  the  autoclave  is  quite  cold  it  is  opened,  and  the  contents  dissolved  in 
water  and  acidified  with  hydrochloric  acid  in  the  draught  chamber.  On  cooling, 
the  y  acid  crystallises  out  and  is  filtered  and  dried. 

Properties. — The  acid  is  difficultly  soluble  in  water.  The  alkali  salts  dissolve 
easily  with  blue  fluorescence. 

The  acid  is  tested  by  titration  with  standard  solution  of  diazobeuzene  chloride 
in  alkaline  solution  (sodium  carbonate). 
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It  is  used  very  largely  in  the  manufacture  of   azo-dyes,  especially  Cotton 
blacks. 

Equation. — 

SO3H  ONa 

SOh'^^^^'     +     4NaOH    -^     sO.Nal      '^   ^"^^     ^    Na^Oa  +  SH^O 
(On  acidifying,  the  free  acid  is  obtained.) 


31.  A  7ithraquinone. 
CO 


Cohen,  Practical  Organic  Chemistry. 

10  grams  anthracene  (pure). 
120  c.c.  glacial  acetic  acid. 

20  grams  chromium  trioxide  dissolved  in  15  c.c.  water 
and  then  75  c.c.  glacial  acetic  acid  added. 

The  method  used  technically  for  the  oxidation  of  anthracene,  viz.,  with 
potassium  bichromate  and  sulphuric  acid  in  aqueous  suspension,  cannot  be 
conveniently  imitated  in  the  laboratory,  as,  in  order  to  obtain  the  anthracene 
in  a  sufficiently  finely  divided  condition,  it  is  sublimed  in  a  current  of  superheated 
steam  and  condensed  by  fine  jets  of  water.  The  finely  [lowdered  pure  anthracene 
on  the  market  is  unattacked  by  this  oxidising  agent  unless  it  undergoes  the 
above  process ;  for  this  reason  the  following  method  is  more  conveniently 
employed  : — 

The  anthracene  is  dissolved  in  the  acetic  acid  by  boiling  them  together  in 
a  roimd  flask  (half-litre)  with  upright  condenser  over  wire  gauze.  The  solution 
of  chromium  trioxide  is  then  dropped  in  from  a  tap-funnel,  pushed  into  the  top 
end  of  the  condenser,  whilst  the  liquid  is  kept  boiling.  The  operation  should 
last  about  an  hour.  The  solution  becomes  a  deep  green.  It  is  allowed  to  cool, 
and  is  poured  into  water  (500  c.c),  which  precipitates  the  anthraquinone  in  the 
form  of  a  brown  powder.  After  standing  an  hour,  it  is  filtered  through  a  large 
folded  filter,  washed  with  a  little  hot  water,  then  with  warm  dilute  caustic  soda 
and  water  again.  Yield  10-12  grams.  A  portion  of  the  dry  substance  may  be 
purified  by  sublimation.  It  is  placed  (2-3  grams)  on  a  large  watch-glass,  which 
is  heated  on  the  sand-bath  over  a  very  small  flame.  The  watch-glass  is  covered 
with  a  sheet  of  filter-paper,  which  is  kept  flat  by  a  funnel  placed  above.  After 
five  minutes  or  so  pale  yellow,  needle-shaped  crystals  of  anthraquinone  will  have 
sublimed  on  to  the  filter-paper. 

Properties. — Yellow  needles;  M.P.  277°;  sublimes  at  250°;  B.P.  382°; 
insoluble  in  water,  soluble  in  acetic  acid,  less  soluble  in  benzene  and  other 
organic  solvents. 

Eqvxition. — 

CH 

I        i        I        1   +   30       -^ 
CH 
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32.  Anthraquinone  sulphoiiic  acid. 
CO 


100  grams  anthraquinone. 

100      „       fuming  sulphuri|C  acid,  45  to  50  per  cent.  SO3. 

The  acid  is  melted,  if  necessary,  and  the  finely  powdered  anthraquinone 
added. 

The  mixture,  which  is  contained  in  a  round  flask,  is  gradually  heated  in 
an  oil-bath,  so  that  at  the  end  of  one  hour  the  temperature  has  reached  160°, 
The  mixture  is  now  slowly  and  carefully  poured  into  hot  water,  the  solution 
boiled  for  some  time,  and  the  unchanged  anthraquinone  filtered  off'  at  the  pump. 
This  amounts  to  20-25  grams.  The  filtrate  is  neutralised  with  caustic  soda  and 
allowed  to  cool,  when  the  greater  part  of  the  sodium  anthraquinone  sulphonate 
crystallises  out.  (This  is  the  so-called  "silver  salt.")  A  second  crop  of 
crystals  may  be  obtained  by  further  concentration  of  the  filtrate. 

The  final  filtrate  contains  the  sodium  salt  of  anthraquinone  disulphonic  acid, 
which  may  be  obtained,  mixed  with  sodium  sulphate,  by  evaporating  to  dryness. 

Properties. — The  sodium  salt  crystallises  from  water  with  one  molecule  of 
water  of  crystallisation,  having  the  formula  Ci4H;(S03Na)02  +  H^O. 

On  melting  with  caustic  alkali  it  is  converted  into  alizarine. 

Equation. — 
CO 
f      I       1       I  +  H2SO4       -» 
CO 


CHAPTEK  XXIX. 
PREPARATION  OF  DYESTUFFS. 

1.   Fast  green  0  (dinitrosoresorcin). 

O 

!l 

=  NOH 
=  0 


NOH 

Goldschtnidt  and  Strauss,  Ber.,  1887,  xx.  1607. 
Kostanecki,  Ber.,  1887,  xx.  3137. 
J.S.G.I.,  1890,  1126. 

20  grams  resorcinol. 

45       ,,      cone,  hydrochloric  acid  (39  c.c). 

25  "5    ,,      sodium  nitrite. 

The  resorcinol  is  dissolved  in  800  c.c.  of  water  and  the  hydrochloric  acid 
added,  together  with  100  grams  of  common  salt.  Ice  is  added  till  the  tem- 
perature is  0°,  and  into  this  solution,  whi^  is  stirred  mechanically,  the  sodium 
nitrite,  dissolved  in  100  c.c.  of  water,  is*  allowed  to  flow  very  slowly,  the  tem- 
perature not  being  allowed  to  rise  above  8°.  This  takes  about  half  an  houi\ 
When  all  the  nitrite  has  been  added,  the  liquid  should  show  a  faintly  acid 
reaction.  After  standing  for  one  hour,  the  brownish-yellow  precipitate  is  filtered, 
washed  with  ice-cold  water,  and  the  paste  dried  on  a  porous  plate.  Yield 
36  grams. 

Properties.  —  Greyish-brown  powder,  soluble  in  hot  water.  Dyes  iron- 
mordanted  cotton  green  ;  iron-mordanted  wool  dark  green. 

Equation. — 

OH  OH 


QH        +     2HN0.,        -^        I        iJJ^        +     2H,0 

NO 

(resorcinol).  (dinitrosoresorcin). 

\ 

O 

II 

i  =  XOH 
=  0 


NOH 

For  the  explanation  of  this  formula,  see  page  42. 

225  1 5 
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2.  Naphthol  yellow  S.  v 
OK 

NO, 

E.R  5305'9;  A.P.  225,10880;  dp.  io,785'9;  F.P.  134,63280;  E.R  11,3188'. 

100  grams  a-naphthol. 

400       ,,      cone,  sulphuric  acid  (222  c.c). 

200       ,,      cone,  nitric  acid  (143  c.c). 

The  sulphuric  acid  is  warmed  to  100°  in  a  round  flask,  and  the  finely 
powdered  naphthol  added  gradually.  The  temperature  is  now  raised  to  120", 
and  kept  at  this  point  for  three  to  four  hours.  The  sulphonation  mixture  is 
then  poured  into  600  c.c.  of  water  and  stirred  mechanically.  As  soon  as  the 
temperature  is  about  30°,  the  nitric  acid  is  added  very  slowly  drop  by  drop 
through  a  tap-fuimel,  the  temperature  not  being  allowed  to  rise  above  45°. 
The  dinitronaphthol  monosulphonic  acid,  which  separates  out  after  standing,  is 
filtered  at  the  pump,  washed  with  saturated  salt  solution  till  free  from  acid,  and 
mixed  with  boiling  water.  Potassium  carbonate  is  now  added  till  an  alkaline 
reaction  is  obtained,  and,  after  cooling,  the  precipitated  potassium  salt  filtered, 
and  dried  on  a  porous  plate. 

Properties. — Orange  yellow  powder.  Dyes  wool  and  silk  yellow  from  an  acid 
bath. 

Analysis.— With  Night  blue  (p.  308). 

Equation. — 

OH  OH 

+      2HN03  +  H,SO,        ->         SO,H|/^|^|NO.,      ,     3Hp 

Naphthol  yellow  S  (free  acid). 


3.   Chrysoidirifi  R. 
NH, 


>N  :  N^     ^NH,.HC1 

I 
CH3 

Ber.,  1877,  x.  213,  350,  388,  654. 

9*3  grams  aniline. 
30     c.c.  cone,  hydrochloric  acid. 

7"2  grams  sodium  nitrite  (or  100  c.c.  of  a  normal  solution). 
12*5      ,,       ?He/frt-toluylenediamine  (or  an  equivalent  solution). 

The  aniline  is  mixed  with  about  200  c.c.  of  water  in  a  heavy  beaker  and  ice 
added.  The  acid  is  poured  in  and  the  solution  diazotised  by  adding  slowly  a 
solution  of  7 "2  grams  of  sodium  nitrite,  the    whole   being   continually   stirred. 
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The  nitrite  solution  is  added  in  small  portions  at  a  time,  and  after  each  addition 
a  drop  is  withdrawn  from  the  solution  and  placed  on  iodide-starch  paper ;  if  a 
reaction  is  obtained  the  mixture  is  stirred  further,  and  tests  are  frequently  made 
till  no  blue  coloration  is  seen  on  the  paper.  The  next  portion  of  nitrite  solution 
may  now  be  added.  Towards  the  end  the  nitrite  is  added  in  very  small  portions, 
and  the  solution  is  continually  tested  so  as  to  avoid  any  excess  of  this  reagent. 
If  the  diazotisation  has  been  properly  carried  out,  no  smell  of  nitrous  gases 
should  have  been  detected,  and  the  test-paper  should  be  only  faintly  coloured 
blue  by  the  solution  after  the  latter  has  stood  for  five  minutes. 

If  too  much  nitrite  is  present,  a  few  drops  of  aniline  may  be  added.  The 
temperature  throughout  the  diazotisation  must  be  kept  below  5°,  by  adding 
more  ice  if  necessary,  and  the  solution  of  the  diazo-salt  must  be  perfectly 
clear. 

In  order  to  combine  it  with  the  toluylenediamine,  the  latter  is  dissolved  in 
about  400  c.c.  of  cold  water ;  if  the  diamine  is  already  in  solution,  it  must  be 
rendered  neutral  with  hydrochloric  acid,  if  necessary,  and  diluted  to  400  c.c. 
This  is  placed  in  a  thick  beaker  or  basin  and  agitated  by  a  mechanical  stirrer. 
The  diazo-solution  is  then  poured  in  and  the  mixture  allowed  to  stir  for  some 
time.  A  few  drops  are  now  withdrawn  by  a  pipette,  put  into  a  test-tube,  and 
shaken  with  a  few  grams  of  salt  till  the  colouring  matter  is  precipitated.  A 
little  of  this  is  dropped  on  filter-paper,  when  a  colourless  rim  spreads  from  the 
drop  of  colour.  A  drop  of  diazo-solution  is  now  placed  on  one  side  of  this  rim, 
so  as  to  mix  with  it,  and  a  brownish-yellow  line  should  appear  at  the  junction 
of  the  two  liquids,  showing  the  presence  of  an  excess  of  7?i-toluylenediamine. 
In  case  this  reaction  is  not  obtained,  another  drop  is  tested  in  like  manner  with 
a  solution  of  the  diamine,  and  if  a  reaction  is  here  obtained  an  excess  of  diazo- 
solution  is  present,  and  ?/i-toluylenediamine  solution  must  be  added  until  a  slight 
excess  is  present.  If  a  reaction  is  obtained  in  both  the  above  cases,  the  com- 
bination is  not  complete  and  the  stirring  must  be  continued.  A  solution  of 
sodium  acetate  may  also  be  added  in  order  to  neutralise  the  excess  of  mineral 
acid  present. 

The  colouring  matter  is  now  precipitated  from  the  solution  by  adding 
common  salt  gradually.  Tests  are  continually  made  by  allowing  a  drop  of  the 
mixture  to  fall  on  filter-paper ;  at  first  the  rim  is  strongly  coloured,  but  as  the 
salt  is  added  more  and-  more  colouring  matter  is  precipitated,  until  at  last  the 
rim  is  only  faintly  coloured  orange.  The  chrysoidine  hydrochloride  is  filtered, 
dried,  and  ground. 

Properties. — Yellowish-brown  powder,  soluble  in  water  with  a  yellow  colour. 
Dyes  wool,  silk,  and  tannin-mordanted  cotton  orange. 


Equations. — 

CI 

^^^          <^~\nH>     +     Nal!J-Oo-f2HCl 

->        <^    \n:  N  +  NaCl  +  2H.p 

(aniline). 

(diazonium  chloride). 

CI                  NH, 

NH2 

1 

[ 

! 

<^     \n  :  n/    \nHo.HC1 

1 

CH^ 

1 
CH3 

m-toluylenediamine. 

(Chrysoidine  R). 
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4.   Orange  II. 

OH 

L 


Miihlhauser.,  Dingl.  pol.  J.,  1887,  cclxiv.  187,  238; 

J.S.C.I.,  1887,  591. 
Paul,  Z.  fiir  ang.  Chem.,  1896,  686. 

17 "3  grams  sulphanilic  acid. 

7'2      ,,      sodium  nitrite. 
14*4       ,,      /i^-naphthol. 

The  sulphanilic  acid  is  dissolved  in  water  by  careful  addition  of  caustic  soda 
solution  (on  the  large  scale,  using  the  crude  product,  the  solution  is  boiled  for 
a  few  minutes  in  order  to  drive  off  traces  of  aniline  and  then  filtered).  Ice  is 
added  till  the  temperatui'e  is  5°,  the  volume  of  the  whole  being  about  500  c.c. 
30  c.c.  of  concentrated  hydrochloric  acid  are  poured  in,  and  then  the  sodium 
nitrite,  dissolved  in  a  small  quantity  of  water  (or  100  c.c.  of  a  normal  solution), 
added  slowly.  Tests  are  made  from  time  to  time  with  starch-iodide  paper, 
and  a  slightly  blue  coloration  should  be  obtained  when  all  the  nitrite  has  been 
added.     The  diazo-compound  separates  out  in  fine  white  needles. 

(Note. — This  should  never  be  filtered  and  allowed  to  dry,  as  it  is  extremely 
explosive.) 

The  y8-naphthol  is  dissolved  by  heating  it  with  a  solution  of  4*5  grams  of  caustic 
soda  in  15  c.c.  of  water,  and  the  sodium  naphtholate  solution  thus  formed  is 
poured  into  160  c.c.  of  cold  water,  and  this  cooled,  if  necessary,  to  about  15°.  This 
solution  is  stirred  by  a  mechanical  stirrer,  and  the  diazo-solution  (or  diazo-compound 
in  suspension)  run  in  gradually.  When  the  whole  of  the  diazo-solution  has  been 
added,  the  mass  should  show  a  weak  alkaline  reaction  (test  with  brilliant-yellow 
paper),  and  practically  no  excess  of  either  component  (diazo-compound  or 
^-naphthol)  should  be  present.  Although  it  is  usual  to  leave  a  slight  excess  of 
the  phenol  or  amine  in  the  preparation  of  azo-dyes,  yet  in  this  case  an  excess  of 
/3-naphthol  has  a  bad  effect  on  the  shade  of  the  dye  produced,  and  it  is  better  to 
leave  a  slight  excess  of  diazo-solution  in  the  mixture.  The  mass  is  stirred  for  an 
hour  longer,  when  nearly  the  whole  of  the  colouring  matter  will  have  separated 
out.  A  little  salt  solution  is  added,  so  as  to  precipitate  nearly  the  whole  of  the 
dye.  A  test  on  filter-paper  should  show  a  pale  orange  rim.  It  is  now  filtered 
at  the  pump,  dried  at  80°,  and  ground.     Yield  34  grams. 

Properties. — Bright  orange  powder,  soluble  in  water  with  orange  colour. 
Dyes  wool  orange  from  an  acid  bath. 

Analysis. — With  standard  solution  of  titanous  chloride  (see  p.  302). 

Equatimis. — 

S03Na<^     >NH.,     +     NaN02  +  2HCl        ->       03S<^    ^N  i  N  +  2NaCl  +  2H20 
(sulphanilic  acid).  (diazosulphanilic  acid). 
ONa  OH 

o         ~    <:>     , 

(Orange  XL). 
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5.  Fast  red  B  (Bordeaux  B). 
OH  SOgNa 

o    <_> 

I 

SOjNa 

E.P.  1715"8;  A.P.  251,164;  D.P.  3229'8;  F.P.  124,811. 

14"3  grams  a-naphthylamine 
7'2      ,,      sodium  nitrite. 
35         „      "  R  salt " 

The  naphthylamine  is  dissolved  in  300  c.c.  of  hot  water  and  10  c.c.  of  concen- 
trated hydrochloric  acid.  The  clear  solution  is  cooled  by  addition  of  ice,  and  then 
20  c.c.  of  concentrated  hydrochloric  acid  added  ;  the  temperature  must  be  reduced 
to  0-4°.  The  sodium  nitrite  (dissolved  in  a  little  water)  is  now  poured  in  fairly 
quickly,  and  a  slightly  brown  coloured  solution  of  the  diazo-salt  is  obtained. 
This  should  be  perfectly  clear ;  if  a  brown  precipitate  of  diazoamidonaphthalene 
appears,  a  fresh  solution  nuist  be  prepared,  adding,  if  necessary,  25  c.c.  of  acid 
instead  of  20  c.c.  This  diazo-solution  is  now  added  slowly  to  the  '^R  salt"  solu- 
tion, which  has  been  prepared  by  dissolving  35  grams  of  "  R  salt "  (this  quantity 
is  calculated  for  the  pure  substance — mol.  wt.  348 ;  if  a  less  pure  "  R  salt  "  is 
used,  a  proportionally  greater  quantity  must  be  taken)  in  400  c.c.  of  water, 
adding  8 "5  grams  of  caustic  soda  and  cooling  to  15°.  During  the  addition 
the  whole  is  well  stirred  mechanically,  and  an  alkaline  reaction  and  excess  of 
"R  salt"  must  be  detected  when  the  combination  is  finished.  After  stirring 
for  one  hour  the  colour  is  heated  to  80°,  salt  added  until  the  colouring 
matter  is  nearly  all  precipitated,  when  it  is  filtered,  dried,  and  ground.  Yield 
50-55  grams. 

Properties. — Brown  powder,  dissolving  in  water  with  magenta-red  colour. 
Dyes  wool  red  from  an  acid  bath. 

Equation. — 


y-^            +     NaN02  +  2HCl 

-> 

Cl 
V<^               +  NaCl  +  2H,0 

(a-naphthy  lamine ). 

Jc^ 

01                °=  f°'^^ 

OH  SOoNa 

1    1 

c 

<_>      <> 

1 

o   <_> 

HCl 

SOgNa 

SOsNa 

(Fast  red  B). 
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6.  Fast  red  A  (Roccelline). 
OH 


E.P.  786^8;  A.P.  204,799;  D.P.  5411'8;  F.P.  123,14878. 

24"5  grams  sodium  naphthionate,  100  per  cent. 

7 '2       ,,      sodium  nitrite. 
15         ,,       /3-naph.thol. 

The  above  quantity  of  sodium  naphthionate  is  calculated  for  the  pure 
substance  (raol.  wt.  =  245).  If  material  of  less  strength  than  this  is  used,  a 
proportionally  larger  amount  must,  of  course,  be  taken.  It  is  dissolved 
in  cold  water  and  diazotised  exactly  as  described  on  p.  218.  The  diazo- 
compound  is  filtered  and  mixed  with  water  to  a  thin  cream.  This  is 
poured  slowly  into  the  /3-naphthol  solution,  which  is  stirred  by  a  mechanical 
stirrer,  and  prepared  by  heating  the  naphthol  with  a  solution  of  4'5  grams 
of  caustic  soda  in  15  c^c.  of  water  and  pouring  into  160  c.c.  of  cold  water. 
The  solution  of  sodluni  /3-naphtholate  should  not  be  above  15°.  "When  the 
whole  of  the  diazo-compound  has  been  added,  a  slight  excess  of  ^-naphthol  should 
be  detected  (by  salting  out  a  few  drops  in  a  test-tube,  pouring  a  drop  on  paper, 
and  testing  the  rim  with  a  diazo-solution),  and  an  alkaline  reaction  should  be 
obtained  with  brilliant-yellow  paper.  After  an  hour's  stirring  the  colour  is 
heated  to  80°,  salt  added  until  nearly  the  whole  of  the  /colouring  matter  is 
precipitated,  and  then  filtered,  dried,  and  groimd. 

Properties. — Brownish-red  powder,  dissolving  in  hot  water  with  brown-red 
colour.     Dyes  wool  red  from  an  acid  bath. 

Equations. — 
SO,,Na<^    ^NH.^ 


o 


+  NaN0.,  +  2HCl 


O 

/ 
SOX 


(sodium  naphthionate). 


SO./      >N  i  N 


ONa 


•8- 

(sodium  /i-naphtholate). 


(diazo-compound ). 


SO..Na<        >N  :  N 


>N  :N+  2NaCl  +  2H,0 


OH 


"\ 


c> 


(Fast  red  A). 


7.  Ohnjsamine  G. 
COONa  OOONa 

L  _  I 

ho/     ^N:N^    ^-<(^N:N<     \oH. 
E.P.  91628^;  A.P.  329,638;  D.P.  31,6588^ 

18"4  grams  benzidine. 
32  „      salicvlic  acid. 
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The  benzidine  is  dissolved  in  300  c.c.  of  hot  water  containing  20  c.c.  of  con- 
centrated hydrochloric  acid  ;  the  solution  is  cooled  with  ice  to  5°,  30  c.c.  of 
concentrated  hydrochloric  acid  added,  and  the  solution  tetrazotised  with  14 '4 
grams  of  sodium  nitrite  dissolved  in  a  little  water.  The  solution  must  be  clear 
and  give  a  faint  blue  colour  with  iodide-starch  paper.  The  salicylic  acid  is  dis- 
solved in  200  c.c.  of  cold  water  with  addition  of  9*5  grams  of  caustic  soda,  and 
the  tetrazo-solution  poured  into  it  whilst  stirring  mechanically.  The  whole  is 
well  stirred  for  a  day,  during  which  time  a  solution  of  12  grams  of  caustic 
soda  is  very  slowly  added.  At  the  end  of  this  time  no  tetrazo-compound  should 
be  present  (test  with  R  salt) ;  but  if  the  combination  is  not  quite  complete, 
it  must  be  stirred  during  the  following  day.  The  solution  must  also  show 
an  alkaline  reaction.  The  colouring  matter  is  entirely  precipitated,  so  that 
no  salt  is  added,  and  it  is  filtered  cold,  dried  at  40-50",  and  ground. 

Properties. — Yellowish-brown  powder,  sparingly  soluble  in  water  with 
brownish-yellow  colour.     Dyes  unmordanted  cotton  yellow  from  a  soap-bath. 


EquatioHf. — 


01 


(1)    (     )>NH,  /    \n-.N 

^— .,  +    2NaNO.,  +  4HCl  -»  l^-:  +    2NaCl  +  4H20 

>NH,  "  '<       \N  ;  N 


CI 

(benzidine).  (tetrazobenzidine  chloride). 


CI 


GOONa  COONa 


(2)  K    >NiN        <(_)oNa  |<    )>N:N<(    Nqh 

'  +     /— \  ->  /=\  .=v.  +  2NaCl 

>N  ;  N        <^     ^ONa  l<^     \n  :  N/     \0H 

^  COONa  COONa 

(sodium  salicylate)  (Chrysamine  G). 

(2  mols.). 


8.  Benzopur2mri7ie  Jf.B. 
CH3  CH3 


SO^Na  SO^Na 

E.R  3803s^;  A.P.  329,632;  D.P.  35,6158';  pp   167,876. 


21 '2  grams  tolidine. 

54  „      sodium  naphthionate,  100 


per  cent. 


The  tolidine  is  dissolved  in  300  c.c.  of  hot  water  containing  20  c.c.  of  con- 
centrated hydrochloric  acid,  cooled  with  ice  to  5°,  30  c.c.  of  concentrated  hydro- 
chloric acid  added,  and  the  solution  diazotised  with  a  solution  of  14 '4  grams  of 
sodium  nitrite  in  a  little  water.  The  diazo-solution  must  be  quite  clear  and 
give   a   slight  reaction  with  iodide-starch   paper.       This  is  now  poured  into  a 
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cold  mixture  of  54  grams  of  sodium  naphthiouate  and  100  c.c.  of  water  (the 
naphthionate  is  mostly  undissolved),  and  the  mixture  stirred  mechanically  for 
two  (or  more)  days.  After  the  first  half-hour's  stirring  a  solution  of  35  grams 
of  sodium  carbonate  (NagCOg)  is  added,  a  few  drops  at  a  time,  so  that  the 
whole  has  been  used  by  the  end  of  the  second  day.  On  the  next  day  the 
colouring  matter  is  heated  to  80°  and  a  little  salt  added,  so  that  the 
solution  remains  slightly  yellow  in  colour.  The  precipitated  colour  is  filtered, 
dried,  and  ground. 

Properties. — Brown  powder,  dissolving  in  water  with  brownish-red  colour. 
Dyes  cotton  direct  from  an  alkaline  bath,  red. 

Analysis  with  standard  solution  of  titanous  chloride  (see  p.  304). 


Equations. — 


CH 


'''    !<.. 


_    NH2 

I 
CH3 

(tolidine). 


+    2NaNOo+4HCl 


3  01 

/ 
N  iN 

N  i  N 

\ 
01 


+    2NaCl  +  4HoO 


OH3 

(tetrazotolidine  chloride). 


OH 


(2) 


OH3 


3    01 

/ 

N  i  N 

N  iN 

\ 
01 


SOjNa 


NH.. 


NHL, 


SO,Na 


+     2NaoCO.. 


(sodium  naphthionate) 
(2  mols.). 


+     2Na01  +  2NaHOO, 


CH3       SO^Na 

(Benzopurpurine  4B). 


9.  Diamine  fast  red. 


OOONa 

I 


OH<_>N  :  N<3>-<_>N  :  ^^^^^ 


OH 


jSO,Na 


PREPARATION    OF    DYESTUFFS. 


233 


E.P.  16,69989;  d.p.  55,64889. 

18*4:  grams  benzidine. 
14"4      „      salicylic  acid. 
25         „      y  acid.  ^ 

The  benzidine  is  tetrazotised  as  described  on  p.  231,  and  the  clear  solution 
added  to  a  cold  solution  of  14*4  grams  of  salicylic  acid  in  45  grams  of  sodium 
carbonate  (NagCOg)  and  500  c.c.  of  water.  This  mixture  is  stirred  for  two  to  four 
hours,  when  the  formation  of  the  intermediate  product  is  complete,  and  no  free 
tetrazo-solution  can  be  detected  in  solution.  The  mixture  is  now  acidified  carefully 
with  hydrochloric  acid,  so  that  a  slightly  acid  reaction  is  obtained  ;  a  solution  of 
14  grams  of  sodium  acetate  (CgHgOgNa.SHgO)  added,  and  finally  a  neutral  solution 
of  25  grams  of  y  acid  in  11  grams  of  sodium  carbonate  (if  this  is  alkaline,  it  must 
be  neutralised  with  a  few  drops  of  acetic  acid).  The  mixture  is  well  stirred  for 
several  hours,  when  the  combination  should  be  complete.  A  little  more  sodium 
acetate  may  be  added  in  case  it  is  not,  and  the  whole  stirred  longer.  The 
colouring  matter  is  now  made  alkaline  with  sodium  carbonate  solution,  heated  to 
80°,  and  salt  added  till  only  a  faint  yellowish  colour  remains  in  solution.  It  is 
filtered,  dried,  and  ground. 

Properties. — Brownish-red  powder,  dissolving  in  water  with  red  colour.  Dyes 
unmordanted  cotton  and  chromed  wool  a  fast  red. 


Equations. — 

CI 

(1) 
( 

<_>NH, 
benzidine). 

+       2NaN02  +  4HCl 

-^ 

_                   +    2NaCl  +  4H2O 

^-^  \ 

CI 

OH 


/CI 

r-^  +      (y^O^^       +      Na,C03 

<     >N  i  N  V 

^—^  \  (sodium  salicylate). 


>N  :  n/    \oh 
I  CO 

'O — ^ 


N" 


(intermediate  product). 


+        2NaCl  +  NaHC0, 


/    \n  :  N<^    \0H 

COOH 


iSOoNa 


^y^""'^^'  1      1       iS03Na 

(Diamine  fast  red). 
On  adding  sodium  carbonate  to  this,  the  COOH  group  becomes  COONa. 
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NH2  OH 


10.  Benzo  sky  h/ue. 
OOH,        OCH, 


SO,NaN 


^-N  :  N- 
SO>Na 


-<><: 


OH  NH 


-N:  N 
SO,Na' 


SOoNa 


E.P.  174291;  A.P.  464,135;  D.P.  74,593;  F.P.  201,770. 

12'2  grams  dianisidine. 

35         ,,       "  H  acid  "  (acid  sodium  salt,  mol.  wt.  341). 

The  dianisidine  is  dissolved  in  10  c.c.  of  concentrated  hydrochloric  acid  and 
about  200  c.c.  of  boiling  water.  The  solution  is  cooled  to  5°  with  ice,  20  c.c.  of 
concentrated  hydrochloric  acid  added,  and  then  a  solution  of  7 '2  grams  of  sodium 
nitrite  slowly  poured  in  till  a  blue  reaction  is  obtained  with  iodide-starch  paper. 
The  clear  tetrazo-solution  is  added  slowly  to  a  cold  solution  of  35  grams  of 
H  acid  in  35  grams  of  sodium  carbonate  (Na^.COg)  and  400  c.c.  of  water.  When 
all  is  added,  an  alkaline  reaction  must  be  shown  by  the  mixture  and  excess  of 
H  acid  must  be  present.  After  stirring  for  an  hour  the  colour  is  heated  to  80°, 
salt  added  till  only  a  reddish-blue  colour  remains  in  solution,  and  the  solution  is 
filtered,  dried,  and  ground. 

Proj^eiiies. — Bluish-grey  powder,  dissolving  in  water  with  a  blue  coloui'. 
Dyes  cotton  direct  from  an  alkaline  bath. 


Equations. — 
OCH, 

/"^NH, 


/ 


'<: 


+     2NaNO.,  +  4HCl 


NH, 


OCH, 

(dianisidine). 

OCH, 

I  61 

I  .-  CI 

OCH, 


OCH, 

NN  :  N 

-/    \ 

-.      CI 

N ;  N 

\ 
CI 


-t-     2NaCl  +  4H.0 


OCH3 

(tetrazodianisidine  chloride). 


SO,Na/    Y     SO,Na 

OH   NH^ 
OH   NH, 

SO^Na'      I     JsO,Na 
("Hacid")  (2  mols.). 


+  2Na,C0., 


OCH 
J       ■'  SO,Na 

/    \-N  :  N 


/     \-N : N- 
^1  SO,Na' 

OCH, 

(Bonzo  sky  blue) 


>SO,Na 


BO.Na 


+  2NaCl  +  2NaHCO;, 
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11.  Diamine  black  RO. 


OH 


OH 


-N  :N- 
SO,Na 


-N  :  N— I 
SO,Na' 


1NH2 


E.P.  le.eGQS'J ;  D.P.  55,6488'-'. 


18*4  grams  benzidine. 

50  ,,     "y  acid"  (amidonaphthol  sulphonic  acid  y, 

NH., :  OH  :  SO3H  =  2:8:6;  mol.  \vt.  239). 

Tiie  benzidine  is  tetrazotised  as  in  the  preparation  of  Chrysamine  G,  and  the 
solution  is  added  slowly  to  a  cold  solution  of  50  grams  of  y  acid  in  60  grams  of 
sodium  carbonate  and  500  c.c.  of  water.  The  y  acid  solution  must  be  very  well 
stirred  during  the  addition,  so  as  to  avoid  any  part  of  the  sohition  becoming 
acid,  as  in  this  case  some  of  the  tetrazo-compound  may  combine  in  the  ortho- 
position  to  the  amido-group,  forming  a  little  Diamine  violet,  which  would  redden 
the  shade  of  the  finished  colour.  At  the  end  an  alkaline  reaction  must  be  obtained 
and  an  excess  of  y  acid  must  be  present.  After  stirring  for  an  hour  the  colouring 
matter  is  heated  to  80°,  salted  till  only  a  reddish-black  colour  remains  in 
solution,  filtered,  dried  and  ground. 

Properties. — Black  powder  giving  a  violet  black  solution.  Dyes  unmordanted 
cotton  greyish  violet ;  after  diazotisation  on  the  fibre  and  combination  with 
^-naphthol  or  m-phenylenediamine,  gives  a  deep  blue  or  black  fast  to  washing, 
light,  alkalies,  and  acids. 


Equations. 

(1) 


+  2NaNOo  +  4HCl    -^ 


>NH., 


01 


N  iN 

\ 
01 


+  2Na01  +  4HjO 


(benzidine).  (tetrazobenzidine  chloride). 

(^)  01  SO,Na/ 


,0^ 


N  :N 


N: 


01 


NH, 


+  2Na,C0., 


NHa 
SOsNai. 

("y  acid")  (2  mols.). 


S0,Na. 
^     \-N  :  N- 


^NH, 


OH 


OH 

\-N  :  N-,/\/'^NH2 

(Diamine  black  RO). 


+  2NaCl  +  2NaHCO, 
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Diamine  violet  N  [C]  is  formed  by  the  combination  of  the  above  constituents 
in  acid  solution ;  its  formula  is 

SO:<Na 
0H< 


< 


-N  :  N-<       > 
\ — / 

NH., 

-N  :  N 

SOsNa 
(Diamine  violet  N). 


12.   Naphihol  blue-black.  ^ 

_  NH.^    OH  _  \ 

NO./     \-N  :  N-,-^/'^,— N  :  N-/     \  % 

^—"^        SOaNa'^'^^'sOaNa  —^ 

E.P.  6972^1 ;  A.P.  480,326 ;  D.P.  65,65Pi ;  F.P.,  fourth  addition  to  201,770. 

7       grams  j^-nitraniline. 
3'6        „      sodium  nitrite. 

17  "05      „      "  H  acid  "  (acid  sodium  salt  of  1  :  8-amido- 
naphthol-3  :  6-disulphonic  acid). 
4'65      ,,      aniline. 
3*6        ,,      sodium  nitrite. 

The  ^^-nitraniline  is  dissolved  by  boiling  with  20  c.c.  concentrated  hydrochloric 
acid  and  20  c.c.  of  water.  After  cooling,  the  solution  is  poured  into  200  c.c.  of 
water  and  ice  added  till  the  temperature  is  10°.  The  sodium  nitrite  (3  6  grams), 
dissolved  in  a  little  water,  is  now  added  all  at  once,  and  the  whole  well  stirred. 
A  reaction  must  be  obtained  with  iodide-starch  paper.  If  the  diazotisation  has 
been  properly  carried  out,  no  precipitation  of  the  diazoamido-compound  should 
occur.  The  diazo-solution  is  now  poured  into  a  neutral  solution  of  "H  acid," 
made  by  dissolving  17'05  grams  (mol.  wt.  =  341)  in  200  c.c.  of  water  with 
addition  of  sodium  carbonate  solution,  and  carefully  neutralising  any  excess  of 
alkali  with  hydrochloric  acid.  The  temperature  of  this  solution  should  be  15°, 
and  during  the  combination  the  whole  is  stirred  mechanically.  After  stirring  for 
half  an  hour  the  bluish-red  solution  is  carefully  neutralised  with  aqueous  sodium 
carbonate,  and,  when  neutral,  a  solution  of  15  grams  of  sodium  carbonate  is  further 
added.  To  this  blue  solution  is  now  added  a  solution  of  diazobenzene  chloride 
prepared  from  4 "65  grams  of  aniline,  15  c.c.  of  concentrated  hydrochloric  acid, 
and  3'6  grams  of  sodium  nitrite,  as  described  on  page  226,  and  the  whole  stirred 
for  an  hour  longer.  The  mixture  must  show  an  alkaline  reaction,  and  when 
finished  is  heated  to  80°  and  salted  until  nearly  the  whole  of  the  colouring 
matter  is  precipitated ;  this  is  filtered,  dried,  and  ground. 
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Properties. — Dark  powder,  dissolving  in  water  and  giving  a  dark  blue  solution. 
Dyes  wool  blue-black  in  an  alkaline  bath. 

Equations. — 

_         ,C1  NH2      OH 

NOa^    \n  :  N     +  r      I'^^l  ^^"  ^^^^  solution). 

— ^  SO,Na\  / '\  /'SO3H 

(diazo-^-nitraniline 
chloride). 


-^        NO./       >-N  :  N-/  Y     I  +     ^^1 

SO,Nak  A  >0.'«^ 


,01  OH     NK, 


NOp  +  2Na.,C0„ 


/     \n  :  N      +  /\,^-N  :  N- 

^— ^  SOgHx^'N^'sO^Na 

(diazobenzene  chloride). 

_  OH    NH. 

->        /    N-N  :  N-./^v^-N  :  N-<(     NnO^  +  NaCl  +  2NaHC03 

^— ^       SO,Na\  /'\  /SO,Na  — ^ 


(Naphthol  blue-black). 
(In  alkaline  solution.) 

13.  Naphthol  black  B. 

OH  SOsNa 

SO,Na  _  I    I 

^,N  :  n/     \n  :  N 


SO,Nal    /I      J  ; 

SOjNa 

E.P.  921485;  A.P.  345,901;  D.P.  39,029;  F.P.  170,342. 

17*05  grams  "amido-G  salt"  (acid  potassium  salt,  mol.  wt.  =  341). 
7 '2        „       a-naphthylamine. 
15  „       "Rsalt." 

The  amido-G  salt  (/?-naphthylamine-6 : 8-disulphonic  acid)  is  dissolved  in 
250  c.c.  of  water,  the  solution  cooled  to  10°,  and  15  c.c.  of  concentrated  hydro- 
chloric acid  added.  The  amido-compound  is  converted  into  the  corresponding 
diazo-salt  by  adding  a  solution  of  3*6  grams  of  sodium  nitrite,  and  care  must  be 
taken  that  no  excess  of  the  latter  is  present.  If  a  reaction  is  obtained  with 
iodide-starch  paper,  a  few  drops  of  a  solution  of  amido-G  salt  are  added  till  no 
blue  coloration  is  given  by  the   diazo-solution.     This   is  stirred   mechanically. 
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and  a  cold  solution  of  7*2  grains  of  a-naphthylamine  in  5  c.c.  of  concentrated 
hydrochloric  acid  and  100  c.c.  of  water  run  in.  The  mixture  is  stirred  for 
several  hourSj  warmed  to  50°,  and  caustic  soda  solution  added  until  an  alkaline 
reaction  is  obtained. 

The  latter  is  difficult  to  detect  with  the  ordinary  test-papers,  and  in  this 
and  other  cases,  where  the  colour  or  solubility  of  the  substance  to  be  tested 
prohibits  the  direct  use  of  test-papers,  the  following  method  is  adopted : — 
A  crystal  of  ammonium  chloride  is  added  to  a  few  drops  of  the  solution  placed  on 
a  watch-glass,  and  the  latter  gently  warmed  with  a  very  small  flame ;  a  second 
watch-glass  with  a  piece  of  moistened  red  litmus-paper  adhering  to  its  concave 
side  is  placed  over  the  other  one,  and  if  the  liquid  is  alkaline  the  litmus-paper 
will  be  turned  blue.  If  this  reaction  is  not  obtained,  more  caustic  soda  must  be 
added  to  the  solution  and  the  test  repeated. 

The  alkaline  solution  is  now  heated  to  boiling,  the  flame  removed,  and  salt 
added  until  no  more  can  be  dissolved.  On  cooling,  most  of  the  colouring  matter 
is  precipitated  and  is  filtered.  The  paste  is  not  dried,  but  immediately 
diazotised  and  further  combined.  It  is  dissolved  in  400  c.c.  of  cold  water,  and 
diazotised  by  adding  25  c.c.  of  concentrated  hydrochloric  acid  and  a  solution 
of  3-6  grams  of  sodium  nitrite,  the  whole  being  cooled  with  ice  to  about  10°. 
(The  solution  is  not  tested  with  iodide-starch  paper,  as  an  excess  of  nitrite  must  be 
used.  The  mixture  is  stirred  for  several  hours,  and  may,  with  advantage,  be  left 
standing  overnight.  The  diazo-solution  is  now  combined,  whilst  stirring,  with  a 
solution  of  15  grams  of  "E  salt"  (mol.  wt.  =  348),  dissolved  in  180  c.c.  of  water, 
and  18  grams  of  sodium  carbonate  (Na^COg).  After  an  hour's  further  stirring 
the  colouring  matter  is  heated  to  80°,  and  salt  added  till  the  blue-black  dye  is 
precipitated  and  a  dark  red  colour  remains  in  solution  (shown  by  spotting  on 
filter-paper).     This  is  now  filtered,  dried,  and  ground. 

Properties. — Black  powder,  soluble  in  water  with  violet  colour.  Dyes  wool 
bluish -black  from  an  acid  bath. 

Equations.  —Free  acids  only  are  written. 
(1)       SO,H  SOW  CI 


ort-n^       I       1^^'     +    NaN0,  +  2HCl     -5-  ,-^/\,N:  N  +  NaCl  +  2H.,0 


(amido-G  salt). 
SO..HJ.      I.     J  "^     <      >  "^     SO,H. 


^■■^    ■.     /-\  -     «n  J     I     r  -  N<  _>N^-'    +  HCl 


(a-naphthylamine). 


(3)  SO..,H 


01 

,N  :  N<r     \n  :  N  +  NaCl  +  2H„0 


PREPARATION    OF    DYESTUFFS.  239 


««.r^  --  OH      SO3H 


SO..HI     k     J  /— \  +       /— \  +     Na^CO-j 


SOjH 

(R  salt). 


+     NaCl  +  NaHCO, 

\  /      \ 

SO3H 

(Naphthol  black  B). 

J^ote. — The  formula  of  this  dye  is  always  written  as  the  tetrasodiuin  salt, 
but  if  the  acid  potasdum  salt  of  amido-G  salt  is  used  (this  being  stable  in  the 
presence  of  hydrochloric  acid),  the  dye  should  be,  apparently,  the  potassium 
trisodium  salt.  For  the  sake  of  simplicity,  therefore,  we  have  adopted  the 
above  method  of  expressing  the  reactions. 

14.  hodiphenyl  black. 
E.P.  20,278^";  A.P.  615,497  ;  F.P.  270,151. 
OH  CH, 

J  _  OH  J    ■ 

OH<^>N  :  N<(^>-N^N-|^,^^N  :  N<    >NK. 

NH., 

1 5  grams  j)-amidoacetanilide. 

24     „       amidonaphthol  sulphonic  acid  y. 

10     ,,       resorcinol. 

10     „       ??i-toluylenediamine. 

The  araidoacetanilide  is  dissolved  in  water  with  the  addition  of  30  c.c.  of  con- 
centrated hydrochloric  acid,  the  solution  cooled  with  ice  to  0-5°,  and  diazotised 
by  adding  7*2  grams  of  sodium  nitrite  dissolved  in  water.  This  diazo-solution  is 
poured  into  24  grams  of  y  acid  dissolved  in  25  grams  of  anhydrous  sodium 
carbonate  and  250  c.c.  of  water.  The  well-stirred  mixture  must  be  tested  continu- 
ally during  the  addition,  in  order  that  an  excess  of  alkali  may  be  present.  If 
the  addition  of  the  diazo-solution  causes  foaming,  more  sodium  carbonate  must 
be  added.  After  stirring  for  a  few  hours  the  azo-colouring  matter  is  heated  to 
80°  and  saturated  with  salt.     On  cooling,  it  is  filtered. 

The  reddish  cake  of  colouring  matter  is  transferred  to  a  flask  (or,  better,  an 
enamelled  pan),  mixed  with  a  solution  of  16  grams  of  caustic  soda,  and  heated 
for  about  three  hours  until  a  nearly  clear  solution  is  obtained.  The  saponified 
product  is  allowed  to  cool,  ice  added  till  the  temperature  is  0°,  and  tetrazotised 
by  the  addition  of  100  c.c.  concentrated  hydrochloric  acid  and  13-13'5  grams 
'  of  sodium  nitrite  dissolved  in  water.  The  solution  is  continually  tested  with 
Congo  paper  during  the  diazotisation,  and  an  excess  of  acid  must  be  present.  It 
is  best  to  use  a  normal  solution  of  sodium  nitrite,  and  during  its  addition  to  test 
constantly  with  iodide-starch  paper,  so  that  the  exact  quantity  necessary  may  be 
known.  The  above  quantities  of  resorcinol  and  ??i-toluylenediamine  are  calculated 
for  1 3  grams  of  nitrite  ;  if  a  greater  or  less  quantity  is  used,  the  amounts  of  the 
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two  components  will,  of  course,  vary  in  proportion.  When  this  operation  is 
finished  a  clear  red  solution  is  obtained. 

This  solution  is  now  poured  into  a  cold  solution  of  65  grams  of  sodium 
carbonate  (Na.^COg),  and  then,  immediately,  the  resorcinol,  dissolved  in  a  little 
water.  The  solution  must  show  an  alkaline  reaction.  After  making  this  test 
the  solution  of  w-toluylenediamine  in  water  is  added,  and  the  colouring  matter 
is  complete  (m-toluylenediamine  is  used  here  instead  of  ?n-phenylenediamine, 
which  is  actually  employed  on  the  large  scale  ;  the  shade  produced  is  practically 
the  same). 

After  stirring  for  an  hour  longer  the  dye  is  filtered  and  dried. 

Properties — Black  powder,  soluble  in  hot  water  with  a  violet-black  colour. 
Dyes  unmordanted  cotton  black. 

Equations. — 

/CI 

(1 )  (C.;H,0)HN<^    )>NH,,  +  NaNO,  +  HCl  ->  (C.,H,0)Hn/~\n  •  N  +  NaCl  +  2H2O 

(p-atnidoacetanilide). 

.01  OH 

(2)  (C.^30)Hn/    \NiN+  |/^^NHo    +     Na.,C03 

("  y  acid  "). 

_  O^ 

(0^30)HN<    >-N:N-/^/^NH,      ^     NaCl  +  lfaHCO, 


(3)   (C.;h30)hn. 


CH,COONa 


(4)       H^n/     \-N:N 

^—'^        SO,<Na' 


OH  p, 

(5)  '  °' 

OH 


/    \     +  N  i  n/    \-N  :  N-|^/\,N  :  N  +  /    NnHj     +     3Na,C0, 


(resorcinol). 


NH2 
(m-toluylenediamine). 


OH  CH3 

J  OH  J 

oh/     \n  :  n/~\-N  :  N-/\|/^|N  :  n/     NnH,    +   2NaCl  +  SNaHCO^ 
^-^  ^/        SOsNak^'x^'  Y^ 

NH2 
(Isodiphenyl  black). 
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15.  Auramine  0. 
/~\-N{C-H.,), 
^/     \  =  N(CH,),C1 
E.P.  55128^;  A.P.  301,80284;  D.P.  29,0608^;  F.P.  160,9908". 

25  grams  tetramethyldiamidobenzophenone  (Michler's  ketone). 
25      „      ammonium  chloride. 
25      ,,      anhydrous  zinc  chloride. 

The  above  quantities  are  well  mixed  together  in  a  mortar  and  transferred  to 
a  porcelain  dish  or  jar  which  has  been  heated  in  an  oil-bath  (temperature  of 
bath,  200°).     The  mixture  gradually  melts  together  and  becomes  yellow. 

The  mass  is  from  time  to  time  well  stirred,  and  the  temperature  of  the  melt 
is  maintained  at  150-160°  for  four  to  five  hours.  The  end  of  the  reaction  is 
reached  when  a  test  dissolves  almost  completely  in  hot  water. 

After  cooling,  the  hard  mass  is  finely  powdered  and  treated  with  cold  water 
containing  "a  little  hydrochloric  acid,  in  order  to  dissolve  out  the  excess  of 
ammonium  chloride  and  zinc  chloride.  The  residue  is  then  extracted  with  hot 
water  at  60-70°,  filtered  from  any  unchanged  ketone,  and  salt  added  to  the 
filtrate.  The  crystalline  precipitate  can  be  purified  by  recrystallisation  from  hot 
water,  the  temperature  of  which  must  not  be  over  70°. 

Properties. — Sulphur-yellow  powder.  Dyes  silk  and  tannin-mordanted  cotton 
greenish-yellow. 

Equations. — 

<      >N(CH3),  Z^-' 

00(   )=(  +    H.2NH    ->     Cr^NH  +  H2O 


\_}tx{C-b.,\ 


N(CH3), 


■3 '2 


(tetramethyldiamidobenzophenone)  (Auramine  (base)). 

(Michler's  ketone). 

N(CH.3)2  ^<^N(CH3), 

C=NH  +  HCl    -»     q/~    NH2 

^<(_)>N(CH3)3  ^<^~^  =  N(CH3>3C1 

(Auramine  (hydrochloride)). 

For  an  explanation  of  this  formula,  see  p.  77. 

Note. — On  boiling  with  water  Auramine  is  slowly  hydrolysed  according  to  the 
equation 

^<(]]>N(0H3),  ^<(2)>N{CH3)2 

C^NH  +  H2O    -^     C^O  +  NHo 

\<^~^N(CH3),  \^^N(CH3)., 

Care  must  be  taken,  therefore,  when  dyeing  with  this  colouring  matter  that  the 
temperature  of  the  dye-bath  does  not  rise  above  60-70°,  at  which  temperature 
the  hydrolysis  only  takes  place  slowly. 

16 


-^\ 
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16.  Malachite  green. 

<(_>  =  N(CH3)2C1 

(hydrochloride). 

E.P.  476279; 

0.  Fischer,  Ber.,  1877,  x.  1625. 

0.  Miihlhauser,   Ding.  pol.  J.,  1887,  cclxiii.  249,  295  ; 
J.S.G.L,  1887,  433. 

50  grams  dimethylaniline, 
20     ,,       benzaldehyde. 

The  dimethylaniline  and  benzaldehyde  are  heated  in  a  porcelain  basin  on  the 
water-bath  with  20  grams  of  zinc  chloride,  which  has  been  previously  fused  and 
powdered.  The  mixture  is  stirred  frequently  and  the  heating  continued  for 
four  hours.  The  mass  is  melted  by  heating  with  water  and  poured  into  a  half- 
litre  round  flask.  It  is  now  treated  with  a  current  of  steam,  in  order  to  drive 
over  any  unchanged  dimethylaniline.  The^euco-base  of  the  dye  adheres  to  the 
sides  of  the  flask  and  the  zinc  chloride  solution  is  poured  away.  After  washing 
the  base  with  water  it  is  dissolved  in  alcohol  by  heating  on  the  water-bath,  the 
solution  filtered,  and,  after  standing  overnight,  the  base  crystallizes  out  in 
colourless  needles,  which  are  filtered  off"  and  dried  on  filter-paper.  By  con- 
centrating the  filtrate  a  second  crop  may  be  obtained.  If  the  base  separates 
out  as  an  oily  mass,  the  solution  has  been  too  concentrated,  and  it  is  redissolved 
with  addition  of  more  alcohol. 

Oxidation  of  the  leuco-hase. — For  the  oxidation  of  the  leuco-base  the  quantities 
are  easily  calculated  from  the  following  given  for  10  grams  : — 

This  weight  of  the  dry  leuco-base  is  dissolved  in  dilute  hydrochloric  acid  con- 
taining 2 '7  grams  HCl.  This  quantity  must  be  exact.  The  clear  solution  is 
diluted  with  800  c.c.  of  water  in  a  large  flask,  4  grams  of  acetic  acid  added 
(10  grams  of  40  per  cent,  or  13  grams  of  30  per  cent.),  and  the  whole  well  cooled 
by  adding  ice. 

The  leuco-base  is  now  oxidised  by  adding  (during  five  minutes)  a  thin  paste 
containing  7 '5  grams  of  pure  lead  peroxide,  the  flask  being  well  shaken. 

{Preparation  of  lead  peroxide. — 50  grams  of  lead  acetate  are  dissolved  in 
250  c.c.  of  hot  water,  and  a  filtered  solution  of  100  grams  of  bleaching-powder  in 
1^  litres  of  water  added.  The  whole  is  heated  to  boiling  until  the  precipitate 
becomes  dark  brown.  A  small  quantity  is  filtered  hot  and  a  few  drops  of 
bleaching-powder  solution  added  and  boiled ;  if  a  dark  brown  precipitate  is 
formed,  more  bleaching-powder  solution  is  added  to  the  main  quantity,  and  it 
is  heated  until  a  test  gives  no  precipitate  with  the  bleaching-powder  solution. 
After  settling,  most  of  the  clear  liquid  is  poured  off"  and  the  precipitate  washed 
several  times  with  water,  the  wash- waters  each  time  being  carefully  decanted. 
The  precipitate  is  now  filtered  at  the  pump  and  washed  thoroughly  with  water. 
The  lead  peroxide  is  transferred,  without  drying,  to  a  stoppered  bottle.  Before 
using  the  paste,  the  strength  must  be  determined.     See  p.  267.) 

After  adding  the  peroxide,  the  flask  is  shaken  for  five  minutes,  and  then 
saturated  •with  common  salt  and  allowed  to  stand.  The  lead  chloride  double 
salt  crystallises  out  and  is  filtered  off.  (The  filtrate  contains  an  inferior  quality 
of  green  colouring  matter,  which  may  be  separated  by  precipitating  the  lead  with 
sodium  sulphate,  filtering,  and  adding  a  little  zinc  chloride  and  salting  out.) 
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The  double  salt  is  dissolved  in  hot  water,  sodium  sulphate  added  to  precipitate 
the  lead,  and  the  lead  sulphate  filtered  off.  The  filtrate  is  treated  with  ammonia 
solution,  when  the  free  base  separates  out  as  a  pink  precipitate,  which  is  filtered 
and  washed.  From  this  either  the  oxalate  or  the  zinc  chloride  double  salt  is 
prepared — the  former  by  dissolving  the  base  in  a  hot  solution  of  oxalic  acid 
and  cooling  slowly  ;  the  latter  by  dissolving  the  base  in  dilute  hydrochloric 
acid,  adding  a  solution  of  8  grams  of  zinc  chloride,  and  salting  out.  The  dye  is 
filtered  and  dried  on  a  porous  plate. 

Properties. — The  zinc  chloride  double  salt  forms  brass-yellow  crystals ;  the 
oxalate  green  metallic  glistening  plates,  giving  a  bluish-green  solution  in  water. 
Dyes  silk,  wool,  jute,  and  leather  a  bluish-green ;  cotton  after  having  been 
mordanted  with  tannin  and  tartar  emetic. 


Equations. 


CHd 
^  H 

(benzaldehyde) 


N(CH3)2 
N(CH3).3 


(2  mols.) 
(dimethylanilinfi). 


H 


>N(CH3), 


>N(CH3), 
(leuco-base  of  Malachite  green). 


+  2h:20 


OH 


—  C 

I 
H 


N(CH3)2 
_^N(OH3)2 


N(CH3)., 
N(CH3), 


+  HCl 


(dye  base  (carbinol)). 


% 


N(CH3)2 


+  h:,o 


^N(CH3),C1 
(Malachite  green  (hydrochloride)). 


For  an  explanation  of  these  formulae,  see  p.  86. 
The  formula  of  the  zinc  chloride  double  salt  is 


^H, 


,/ 


31  0^      CeH.NCCHs),       I     +     2ZnClo  +  Kp 

\    'XC6H,  =  N(CH3)./ 


17.  Magenta. 
CH3 

>NH, 


/ 


NH., 

=  NH.C1 
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Haiissermann,  Die  Industrie  der  Theerfarhstoffe,  1881. 

Harmsen,  Die  Fahrikation  der  TJieerfarbstoffen  und  Hirer  Rohmaterialien, 

1889. 
Schultz,  Ghemie  des  Steinkohlentheers,  3rd  ed.,  vol  ii.  p.  161. 


20  grams  aniline. 

80      „      commercial  toluidine 


,  CA  J-      J7     I  Aniline  oil  for  red, 

64  per  cent,  ortho  >  i  An^ 

136    „      „    para)      «P- g^.  1-004. 


67      „      cone,  hydrochloric  acid. 
55      ,,      nitrobenzene. 
3      ,,      iron  powder. 

Fourteen  grams  of  aniline  and  54  grams  of  the  toluidine  are  mixed  together  in  a 
porcelain  basin  and  the  hydrochloric  acid  added.  The  mixture  of  hydrochlorides 
is  heated  till  the  temperature  is  130°,  when  it  is  transferred  to  a  round  flask 
of  one-quarter-litre  capacity,  in  which  has  been  placed  the  rest  of  the  aniline  and 
toluidine  together  with  the  nitrobenzene. 

The  mixture  is  heated  in  an  oil-bath  to  100°,  when  the  iron,  dissolved  in 
2  mols.  of  HCl  (to  form  PeClg),  is  slowly  added. 

The  flask  is  now  connected  with  an  air-condenser  and  the  temperature  raised 
gradually  to  180°,  which  is  maintained  for  six  to  eight  hours.  The  melt  is  finished 
when  a  sample  withdrawn  on  a  glass  rod  solidifies  on  cooling.^ 

When  this  point  is  reached  the  contents  of  the  flask  are  distilled  with  steam, 
when  a  mixture  of  red  oil  and  nitrobenzene  passes  over.  The  melt  is  now  poured 
into  500  c.c.  of  boiling  water,  well  stirred,  and  12  c.c.  concentrated  hydrochloric 
acid  added  slowly.  As  soon  as  an  acid  reaction  has  been  obtained,  25  grams  of 
salt  are  added,  and  the  whole  boiled  for  a  few  minutes. 

The  aqueous  solution  which  is  poured  off"  contains  the  hydrochloride  of 
aniline  and  toluidine,  which,  as  well  as  the  previous  distillates,  is,  on  the  large 
scale,  used  again  in  the  manufacture  (see  also  Safranine).  The  residue  is 
allowed  to  cool,  and  solidifies  to  a  green,  brittle  mass,  which  is  weighed. 

This  is  then  broken  up  and  extracted  with  \^  litres  of  boiling  water  contain- 
ing 12  c.c.  of  HCl,  which  dissolves  the  Magenta.  After  filtering,  the  solution 
is  allowed  to  cool  to  60°,  when  a  little  violet  colouring  matter  separates  out, 
which  is  filtered  off. 

Salt  is  now  added  to  the  Magenta  solution,  the  weight  being  the  same  as 
the  weight  of  the  crude  melt.  After  standing  some  time  the  crude  Magenta 
separates  out,  is  filtered  off,  and  recrystallised  from  water  containing  a  little 
hydrochloric  acid. 

The  filtrates  from  the  purification  of  Magenta  are,  on  the  large  scale,  worked 
up,  and  the  colouring  matters  obtained  from  them  sold  under  the  names  of 
Phosphine,  Maroon,  Cerise,  etc. 

Properties. — The  hydrochloride  forms  glistening  crystals  with  a  greenish 
reflection,  dissolving  in  water  to  a  red  solution. 

Dyes  silk  and  wool  bluish-red  direct ;  cotton,  after  having  been  mordanted 
with  tannin  and  tartar  emetic. 

Equations. — 

(1)  ch/'^Nnh^    +    o.,      ->  /  Nnh.,    +    H^O 

I 
(p-toluidine).  O 

( p-amidoben  zaldehy  de). 
^  Begin  to  test  after  three  and  a  half  hours — three  to  four  hours  may  be  sufficient. 
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(2) 


(3) 


(4) 


,<^_^NH2 


CH. 


I 
H 


Hi 


H 


CH3 

^1 


<_>NH,     ^ 

(o-toluidiiie).  ■      •         — 

(aniline).  (leuco-base  of  Magenta) 


\ 


CH3 

J 
,<^    ^NH, 

-/   \nh,    +    O 

H    \/    ^NHo 

CH3 

J 

C— <(    "^NH,     +     HCl 
OH^/    ^NH. 


CH3 

J 

cf<:>H.. 

oh\/  \nh, 

(carbinol  base). 

CH, 

J 

X  >^^ 

C^^    />NH,       +     H,0 


At  the  same  time  there  is  also  formed 


>  =  NH.,C1 
(homorosaniline  chloride  (Magenta)). 


NH, 


C— <"    ^NH, 


>  =  NH,C1 

(/?ara-rosaniline  chloride), 

owing  to  the  interaction  of  2  mols.  of  aniline  in  equation  (2)  instead  of  1  mol. 
of  aniline  and  1  of  o-toluidine. 


18.  Methyl  violet  B. 

/<^_^NHCH3 

C— <r~^N(OH3)2 

>  =  N(CH3)2C1 


Muhlhaiiser,  Dingl. poL  /.,  1887,  cclxiv.  37;  J.S.O.I.,  1887,  434. 
Harmsen,  Die  Fabrikation,  etc. 

875  grams  sodium  chloride. 

50     ,,      copper  sulphate. 

40     „      phenol. 
100     „      dimethylaniline. 
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The  salt  and  copper  sulphate  (finely  powdered)  are  well  mixed  together  in 
a  mortar,  and  a  solution  of  40  grams  of  phenol  in  10  c.c.  of  water  added,  and 
the  whole  stirred  well.  The  dimethylaniline  is  now  added,  and  the  mixture 
transferred  to  a  round  flask  and  heated  on  the  water-bath  for  eight  hours  at  55°. 
The  product  is  poured  out  into  a  porcelain  basin  and  allowed  to  cool. 

In  order  to  free  it  from  phenol  and  salt,  it  is  broken  up  and  added  gradually 
to  3  litres  of  boiling  water,  to  which  has  been  added  milk  of  lime  prepared  from 
40  grams  of  quicklime  and  200  c.c.  of  water.  After  heating  till  no  more  lumps 
are  present,  the  mixture  is  allowed  to  settle,  and  the  clear  solution  of  salt  and 
calcium  phenate  decanted. 

The  residue  of  copper  oxide,  methyl  violet,  and  calcium  sulphate  is  washed 
again  by  decantation  and  finally  filtered. 

In  order  to  get  rid  of  the  copper  oxide  the  precipitate  is  boiled  with  dilute 
sulphuric  acid,  and  sodium  sulphate  (free  from  chloride)  added  to  precipitate  the 
dye,  which  is  filtered  and  washed.  The  precipitated  violet  is  subsequently 
dissolved  in  water  and  reprecipitated  with  salt. 

Properties. — Methyl  violet  is  a  glistening  greenish  powder,  dissolving  in 
water  with  a  violet  colour. 

Dyes  silk  and  wool  violet  direct ;  cotton,  after  mordanting  with  tannin  and 
tartar  emetic. 

Equatimii>. — 

(^)  /  \n(ch,),,   +   o     ->      cap   +   /  \nh(ch,) 

Hi<^~^NH(CH,)  ^<^^NH(CH3) 

(2)  H-C^;-"--''H:<f_)>N(CH3),         +     20    ->     C^<^_)>N(CH3),     +    2H,0 

Hi<^_)>N(CH3),  OH  \_>N(CH3), 

(carbinol  base). 

>NH(0H3)  ^<^~^NH(CH,) 

(3)  C^    <(_^N(CH3),         +     HCl        -^        C--<^_^N(CH,),  +     H.,0 

(Methyl  violet  B  (hydrochloride)). 


19.  Aniline  blue  (spirit  soluble)  or  Opal  blue. 

^v"Onho«h,, 


>  =  NHC,iH5Cl 

J.  de  Mollins,  De  la  fabric  ation  des  Bleus  d'aniline  et  de  dvphenylainine,  1885, 

25  grams  rosaniline  base  (prepared  from  Magenta).^ 
250      „      aniline. 

3      „      benzoic  acid.  » 


'  By  boiling  with  caustic  soda  solution. 
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The  above  quantities  are  placed  in  a  flask  provided  with  a  thermometer,  and 
a  long  bent  tube  to  collect  a  small  amount  of  aniline,  ammonia,  and  water,  which 
distils  over  during  the  operation.  The  flask  is  heated  slowly  on  a  sand-bath  to 
180°,  and  maintained  at  this  temperature  until  a  few  drops  dissolved  in  alcohol 
and  a  little  glacial  acetic  acid  and  poured  on  filter-paper  show  a  pure  blue 
colour  by  daylight,  which  is  only  tinged  slightly  red  in  gaslight.  This 
operation  requires  about  three  hours.  The  hot  melt  is  then  poured  into  a  beaker, 
allowed  to  cool  a  little,  and  215  grams  of  hydrochloric  acid,  28  per  cent,  (or  194 
grams  of  pure  concentrated  acid,  31  per  cent.),  added.  The  Opal  blue  is  thus 
precipitated,  whilst  an  impure  blue  remains  dissolved  in  the  mixture  of  aniline 
and  aniline  hydrochloride  (formed  by  the  partial  neutralisation  of  the  aniline). 
The  mixture  is  filtered  hot  at  the  pump,  and  the  Opal  blue  washed  with  boiling 
water  to  which  a  few  drops  of  hydrochloric  acid  have  been  added.  The 
colouring  matter  is  dried  on  the  water-bath.  It  is  thus  obtained  in  the 
form  of  a  greenish  or  reddish  brown  crystalline  powder.  Yield  about 
30  grams. 

The  filtrate  containing  the  impure  blue  is  acidified  with  hydrochloric  acid, 
whereby  the  colour  is  precipitated,  and  is  filtered,  washed  as  above,  and  dried. 
Yield  about  15  grams  of  impure  blue  (dyeing  duller  and  redder  shades  than 
the  Opal). 

Both  the  shade  and  the  yield  depend  largely  on  the  length  of  time  during 
which  the  heating  is  carried  on.  Care  must  be  taken  not  to  allow  the  tem- 
perature to  rise  above  180°. 

Properties. — Insoluble  in  water,  but  soluble  in  alcohol.  Dyes  silk  and  wool 
greenish-blue. 

Equations. — 


>NHo  HaNCsH,,  /      NNHCgHg 

(^)      j'— <(_^NH.,     +     H,NCeH5        ->  "  C— <(_^nhC«H3     +     3NH3 


(rosauiline  base).  (Rosaniline  blue)  (base). 

(2)  C^/    NnHCbHs       +     HCl        -»         ^~<r     ^^^^^CgHg    +    H2O 

O^^^     ^NHCfiHs  \/    \  =  NHC6H3.C1 

(Aniline  blue  (spirit  sol.) 
(See  p.  90.)  hydrochloride). 

Owing  to  Magenta  being  a  mixture  of  para-  and  ^lomo-rosaniline,  there  will 
also  be  formed  in  this  reaction  a  blue  of  the  formula 

CH3 

J 

NHaH, 


_/■ 


0= 


NHC«H, 
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20.  Alkali  blue. 


NH.C6H4S03Na 


HO— C^  -  /    NnHChH, 
NHC,,H, 


25  grams  Aniline  blue  (spirit  soluble). 
250      ,,      cone,  sulphuric  acid  (140  c.c). 

The  sulphuric  acid  is  placed  in  a  500-c.c.  flask,  and  the  Aniline  blue,  which 
is  obtained  from  the  melt  in  the  form  of  a  fine  crystalline  powder,  is  slowly 
added,  keeping  the  temperature  below  35°.  The  experiment  should  be  conducted 
in  the  draught  cupboard,  as  hydrochloric  acid  is  evolved. 

When  all  the  blue  is  dissolved,  the  temperature  is  maintained  at  35-40° 
until  a  few  drops  diluted  with  water  and  filtered  yield  a  residue  which  dissolves 
in  a  weak  boiling  solution  of  caustic  soda.  The  sulphonation  mixture  is  then 
poured  into  about  2  litres  of  cold  water,  filtered  at  the  pump,  and  the  precipitate 
washed  with  water  until  free  from  acid.  The  moist  free  acid  thus  obtained  is 
transferred  to  a  porcelain  basin,  made  into  a  thin  paste  with  hot  water,  and 
converted  into  the  sodium  salt  by  the  cautious  addition  of  caustic  soda 
solution,  the  whole  being  heated  to  boiling.  If  the  correct  amount  of  caustic 
soda  has  been  added,  a  sample  will  dissolve  completely,  in  hot  water,  with 
a  blue  colour.  Should,  however,  an  excess  of  alkali  be  present,  the  colour 
will  be  brown,  and  in  this  case  a  weak  solution  of  sulphuric  acid  is  stirred 
slowly  into  the  hot  mixture  until  the  right  point  is  reached.  The  solution 
is  then  evaporated  nearly  to  dryness  on  the  water-bath,  and  finally  dried 
at  50°. 

Properties. — Blue  or  bronzy  powder,  sparingly  soluble  in  cold,  easily  in  hot 
water  with  a  blue  colour.  Dyes  wool  blue  from  a  boiling  bath  made  alkaline 
with  borax,  the  colour  being  subsequently  developed  by  passing  through  weak 
sulphuric  acid. 


Equations. — 


(1) 


NHOfiHs  ^<(    ^NH.C.iH,SO,H 


(2) 


C^/    \nHC«H5  +     IIJ5O4    ->     c(^<^    ^NHCbHs  +     HCl 

/'~\  =  NHC,iH,Cl  Oh\<;^    ^NHCeH^ 

(llosaniline  blue).  •  (Alkali  blue)  (free  acid). 

^(^  ^NH.  CeH,SO,H  ^<^~^NH.  C«H,SO,Na 

C^    ^"^NHCbHb  +  NaOH    ^         °^^    ^NHC„H,  +  H^O 

0^'^ONHOeH,  °^    X">NHC«H,, 

(Alkali  blue). 


CC—  <      >NHCeH5 
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This  product  will  also   be   mixed    with    the   corresponding   homorosaniline 

derivative 

CH3 

J 

>NH.C6H,S03Na 


See  previous  preparation. 


21,  Soluble  blue. 

/    NNHCgN^SOjNa 

HO-C^<     '>NHC6H4S03Na 

NHCBH4S0;,Na 

25  grams  Aniline  blue  (spirit  soluble). 
100      „      cone,  sulphuric  acid  (55*5  c.c). 

The  blue  is  gradually  added  to  the  acid  contained  in  a  flask,  and  the  whole 
heated  on  a  sand-bath  up  to  90-100°,  until  a  sample  poured  into  a  little  water 
and  filtered  is  soluble  in  warm  water.  The  sulphonation  mixture  is  now  poured 
into  about  500  c.c.  of  cold  water  and  filtered  at  the  pump.  The  precipitated 
colouring  matter  is  washed  only  with  a  little  water,  as  it  is  soluble  in  pure 
water.  It  is  transferred  to  a  basin,  a  little  water  added,  and  the  mixture  heated 
to  nearly  boiling,  then  neutralised  with  caustic  soda  solution  until  the  whole 
is  soluble  with  a  blue  colour. 

If  the  mixture  turns  brown  there  is  too  much  alkali  present,  and  this  must 
be  neutralised  by  the  cautious  addition  of  weak  sulphuric  acid.  It  is  evaporated 
to  dryness  on  the  water-bath  and  ground.     Yield  about  30  grams. 

Properties. — Blue  powder,  soluble  in  water.  Dyes  silk  and  mordanted 
cotton,  blue. 

Equations. — 


C 


^<^    \NHCeH5  +  3H2SO4    -^    C^/~\NH.CeH,S03H   +  2H2O-HHCI 

<^^  =  NHCgHsCl  OH  \^~\nH.  C6H4SO3H 

(Rosaniline  blue).  (Soluble  blue)  (free  acid). 


>NH.C6H,S03H  /    \NHC6H4SO3Na 

C^<^~^NH.C6H,S03H  +  3NaOH    ->     C^<^    NNHCeH.SGsNa  -f-  SH^O 
OH^^~NnH.C6H,S03H  0H:\<^~^NHCeH,S03Na       > 

(Soluble  blue). 
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Tliis  blue  will  also  be   accompanied   by  the   corresponding   homorosaniline 
derivative 

CH, 


>NH.CeH4S03Na 
C—  <  ^NH.CBH4S03Na 
0H\/      NNH-CBH^SO^Na 

Fluorescein  and  Eosine. 

Muhlhauser,  Dingl.  pol.  J.,  1887,  cclxiii.  49;  J.S.G.I.,  1887,  283; 

Dingl.pol.  /.,  1892,  cclxxxiv.  21,  46;  J.S.G.I.,  1892,  675. 
Bernthsen,  Chem.  Zeit,  1892,  xvi.  1956;  J.S.G.I.,  1893,  513. 


22. 
0 

Fluorescein. 

1              1               1               1 

|/\|COONa 

1              1 

1           1 

(free  acid). 

(sodium  salt). 

15  grams 
22 

7      „ 

phthalio  anhyd 
resorcinol". 
zinc  chloride. 

ride. 

The  materials  are  ground  together  in  a  mortar  and  heated  in  an  oil-bath  to 
180°.  For  this  purpose  a  nickel  crucible  may  be  used,^  As  soon  as  the  tem- 
perature has  reached  180°,  7  grams  of  powdered  fused  zinc  chloride  are  added 
gradually  during  ten  minutes,  the  melt  being  stirred  with  a  glass  rod.  After  the 
zinc  chloride  has  been  added  the  temperature  is  raised  to  210°,  and  kept  at  this 
point  till  the  mass  becomes  solid  (one  to  two  hours).  The  cold  melt  is  broken 
out  of  the  crucible  or  jar  with  a  knife  or  chisel,  powdered,  and  dissolved  in  dilute 
caustic  soda.  After  filtering,  hydrochloric  acid  is  added,  which  precipitates  the 
fluorescein ;  this  is  filtered,  washed,  and  dried.  The  crude  substance  is  treated 
with  boiling  alcohol,  and  the  residue,  after  filtering,  dried.     Yield  about  32  grams. 

23.  Eosine. 

Br    O    Br     fj 

NaO/\.^^-/ 


c 

.'^.COONa 

\/ 

(sodium  salt). 

1 5  grams  fluorescein. 

33      „     bromine  (11  c.c). 

60      „     alcohol. 

^  An  "extract  of  beef"  jar  is  also  very  convenient. 
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The  fluorescein  is  placed  in  a  flask,  60  grams  of  alcohol  added,  and  the 
bromine  dropped  in  slowly  from  a  small  separating  funnel.  When  half  the 
bromine  has  been  added,  the  dibromide  which  is  formed  is  in  solution ;  but  on 
further  addition  of  bromine,  the  tetrabromide  separates  out.  After  standing  for 
two  hours  the  precipitate  is  filtered,  washed  first  with  alcohol,  then  with  water,  and 
converted  into  the  sodium  salt  by  mixing  it  with  a  little  hot  water,  carefully 
neutralising  with  caustic  soda  (avoiding  an  excess  of  this  reagent),  and  evapora- 
ting to  dryness  on  the  water-bath. 

Properties. — Eosine  forms  bluish-red  crystals  or  a  brownish-red  powder, 
dissolving  in  water  with  a  bluish-red  colour. 

Dyes  wool  and  silk  yellowish-red. 

Equations. — 

(resorcinol).     (resorcinol). 
HO|^OH      OB^/\|OH       _^       HO|^OH  HO|^OH 


\y 


O 
C— >0 


\/  \/\        /\/  +  H.,0 


(phthalic  anhydride). 


C 7O 

■      A- 

(Fluorescein)  (free  acid). 
Br    O    Br 


HO/VV^OH      ^     ^^^^       ^         HO/yY    r^      +     4HBr 

Br\  /\  A   /Br 


C — 7O 

(Eosine)  (free  acid). 

1 2NaOH 
Br    O    Br     f. 

Brv/\/\/Br    +    2H2O 
C 

I^COONa 

\/ 
(Eosine)  (sodium  salt). 


For  a  further  explanation  of  these  formulae,  see  p.  107. 
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24.  RJiodamine  B. 


(0^5),N.     ^    ^    ^    .N{CM,),Cl 


E.P.  15,3748' ;  A.P.  377,349  and  377,35088;  D.P.  44,0028^;  RP.  186,69787. 

5  grams  diethyl-me^aamidophenol. 
9      ,,       phthalic  anhydride. 

6  „      anhydrous  zinc  chloride. 

The  two  first  are  well  mixed  together  in  a  mortar  and  the  mixture  transferred 
to  a  nickel  crucible,^  which  is  heated  in  an  oil-bath.  The  temperature  is  raised 
slowly  to  100°,  the  flame  withdrawn,  and  the  powdered  zinc  chloride  added, 
the  whole  being  well  stirred.  The  temperature  is  then  raised  gradually  to  180°, 
water  vapour  is  given  off,  and  the  reaction  is  finished  when  a  sample  withdrawn 
by  a  glass  rod  completely  solidifies  on  cooling.  This  takes  about  four  to  five  hours. 
The  solid  product,  when  cold,  is  finely  powdered  and  extracted  with  boiling 
alcohol  on  a  reflux  condenser.  The  alcoholic  solution  is  filtered  and  allowed  to 
stand.  The  colour-base  crystallises  out  and  is  filtered.  The  base  is  dissolved  in 
a  small  quantity  of  water  and  dilute  hydrochloric  acid,  and  the  solution  allowed 
to  cool,  when  the  hydrochloride  separates  out,  and  is  filtered,  and  dried  on  a 
porous  plate. 

Properties. — Green  crystals,  easily  soluble  in  water.  Dyes  wool  and  silk 
bluish-red,  tannin-mordanted  cotton  violet-red. 

Equations. — 
(Diethyl-m-amidophenol). 

{C.;H5),Nr^^0H    -HO/^ia^CMrX  (C.^5).,N|^0H  H0|/^|N(C.Jl5)., 

+     H2O 


0       /O 

0"^ 

-> 

C      /O 

(phthalic  anhydride). 

(the  phthaleiu). 
\,  -H3O 

• 

0 

(Rhodamine)  (base). 

1  Or  an 

'  extract  of  meat ' 

'jar. 
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O  °  N(CoH5)2Cl 


(C.^5)-2N|/    Y        I  f^^C^Hs)^  (C2H5)2N| 

+    HCl 


C 

COOH 


(Rhodamine  B)  (hydrochloride). 
For  an  explanation  of  these  formulae,  see  p.  107. 

25.  Benzojlavine. 
N 

k,N|^/'\|/\,nh:,.hci 
H,c'\  /'\  /'\  Jem 


c 

/\ 

I    I 

E.P.  9614SS  .  A.P.  382,832;  D.P.  43,7148^;  43,7208'. 
/.  Preparation  of  tetramidophenylditolylmethane. — 

20    grams  metatoluylenediamine  sulphate.^ 

5'5      „     benzaldehyde. 
40         ,,     alcohol,  50  per  cent. 

These  are  mixed  together  in  a  round  flask  of  125-c.c.  capacity,  fitted 
with  a  reflux  condenser,  and  gently  boiled  on  the  water-bath.  "When  the 
smell  of  benzaldehyde  is  no  longer  present,  the  alcohol  is  distilled  off,  and 
water  added  to  the  residue ;  the  sulphate  of  the  above  base  is  filtered  and 
dried. 

//.  Preparation  of  dihydrodiamidodimethylphenylacricUne. — 20  grams  of 
the  crude  sulphate  prepared  as  above  are  heated  with  36  grams  of  concen- 
trated hydrochloric  acid  and  36  c.c.  of  water  in  a  sealed  tube  (larger 
quantities  may  be  heated  in  an  autoclave)  for  three  hours  to  130-140°. 
After  cooling,  the  tube  is  opened  and  the  product  used  directly,  without 
purification 

///.  Preparation  of  the  colouring  matter. — 20  grams  of  the  hydrochloride  of 
dihydrodiamidodimethylphenylacridine  are  dissolved  in  water  containing  hydro- 
chloric acid,  the  solution  cooled  to  0°,  and  20  grams  of  zinc  chloride,  dissolved  in 
a  little  water,  added.  The  solution  is  stirred  and  70  grams  of  an  ice-cold  30 
per  cent,  solution  of  ferric  chloride  (FeCl3.6H,0)  added.  The  colouring  matter 
separates  out  as  a  voluminous  orange-yellow  precipitate,  which  is  filtered,  pressed 
on  a  porous  plate,  and  dried  at  50-60°. 

Properties. — Brownish  orange-yellow  powder.  Dyes  silk,  wool,  and  mordanted 
cotton  yellow. 

'  This  is  obtained  by  neutralising  a  strong  solution  of  metatoluylenediamine  in  hot  water 
with  dilute  sulphuric  acid,  when  the  sulphate  crystallises  out  on  cooling. 
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Equations. — 
(m-toluylenediamine  (2  mols.)). 


^ 


H         H 
O 


CH 

I    I 
\/ 

(benzaldehyde). 


NH^/  \NH2      I£,N/  \NH2 
ChJ\/'\  /'\/'ch,    +    H2O 

\ 


CH 


(tetramidophenylditolylmethane). 


(dihydrodiamidodimethylphenylacridine). 


N 


+    0  +  HCl 


HoN| 
CH. 


NH2HCI 
CH, 


+    H,0 


(Benzoflavine). 


26.  Alizarine  yellmv  A. 

/OH  [1] 
CeH,.CO.C,;H,(^    OH  [2] 

\0H  [3] 

E.P.  837389,  942889,  10,09590;  A.P.  198,28189;  dp,  49,14980^ 
50,45089,  50,45189,  54,66190;  F.P.  198,28189. 

12  grams  pyrogallic  acid.  ^ 

12      „      benzoic  acid. 

36      „       anhydrous  zinc  chloride. 

The  above  quantities  are  mixed  together  and  put  in  a  200-c.c.  crucible  or 
jar,  which  is  heated  in  an  oil-bath.  The  temperature  is  gradually  raised  to 
145°,  and  the  reaction  is  finished  when  there  is  no  more  foaming  and  the  brown 
colour  does  not  increase. 

The  cold  product  is  powdered  and  boiled  with  water  and  a  little  animal 
charcoal  and  filtered ;  the  needle-shaped  crystals  of  the  dyestutt'  separate  out  on 
cooling,  which  are  filtered  and  dried. 

Properties. — Greyish-yellow  crystals.  Dyes  cotton,  mordanted  with  alumina 
and  lime,  a  fast  golden  yellow.     It  is  used  for  printing. 
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Equation. 


CfiHsCOOH     +     H:C6H2(OH)a[l  :  2  :  3] 
(benzoic  acid),     (pyrogallic  acid). 


CeH5.CO.C6H2(OH)3[l  :  2  :  3]   +  HgO 
(Alizarine  yellow  A). 


27.  Alizarine. 


E.P.  1936t^'J;  A.P.  153,536. 

Perkin,  E.P.  1948«9,  J.S.C.L,  1883,  213. 


50  grams  sodium  anthraquinone  sulphonate. 
150       ,,     sodium  hydrate. 
9       „     potassium  chlorate. 

The  caustic  soda  is  dissolved  in  150  c.c.  of  water  in  an  autoclave,  and  the 
sodium  anthraquinone  sulphonate  stirred  in.  The  potassium  chlorate  is  dissolved 
in  50  c.c.  of  hot  water  and  thoroughly  mixed  with  the  mass. 

The  lid  of  the  autoclave  is  then  fixed  on  and  the  whole  heated  for  twenty 
hours  to  170°.  After  cooling,  the  melt  is  extracted  with  boiling  water  several 
times,  and  the  solution  acidified  with  hydrochloric  acid. 

The  alizarine  which  separates  out  is  filtered  at  the  pump,  washed  with  water, 
pressed  on  a  porous  plate,  and  dried  at  120°. 

Properties. — Yellow  powder,  slightly  soluble  in  boiling  water ;  can  be  sublimed 
to  long  red  needles.  J)yes  cotton,  mordanted  with  alumina,  scarlet-red ;  with 
tin,  bluish-red ;  with  iron,  violet ;  with  chromium,  brown. 


Equation.- 


(1) 


COH 


CO 

(sodiiun 

anthraquinone 

sulphonate). 


NaOiH 


+        O 


CO  ONa 

^ONa 


NaoSO.  +  2H:,0 


(sodium  salt  of  Alizarine). 


(2) 


CO   ONa 

^ONa 


CO  OH 


+     2HC1 


OH 


+     2NaCl 


CO 

(Alizarine). 
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28.  Indoplienol. 


(OH3)2N-<^_^-N  =  <(_^  =  O 


E.P.  137381,  524981 ;  A.P.  261,518  ;  D.P.  15,9158i, 

18,90381,  19,23181,  20,85081. 
J.S.C.L,  1882,  i.  255. 

10    grams  nitrosodimethylaniline  hydrochloride. 

10       ,,        zinc  dust  (sieved). 

12       ,,         a-naphthol.  %. 

3*3    ,,        caustic  soda. 
10       ,,        potassium  bichromate.  ^ 

The  nitroso-compound  is  dissolved  in  1  litre  of  water  and  reduced  by  adding 
the  zinc  dust  and  warming  the  solution  to  45-50°.  The  mixture  becomes  colour- 
less, and  is  filtered  from  the  zinc  and  zinc  oxide. 

The  solution  of  amidodimethylaniline  is  mixed  with  the  naphthol  solution 
prepared  by  dissolving  the  naphthol  in  3"3  grams  of  caustic  soda  and  a  little 
water,  and  to  this  is  added  the  solution  of  bichromate  in  200  c.c.  of  water. 

The  mixture  is  well  stirred  mechanically,  and  ordinary  acetic  acid,  30  to  40  per 
cent.,  is  slowly  added  till  an  acid  reaction  is^  obtained.  The  dye  is  formed  and 
is  precipitated. 

This  is  filtered,  washed,  and  dried. 

Properties. — Indophenol  is  a  dark  brown  powder,  insoluble  in 

Use. — Indophenol  is  converted  into  the  leuco-compound  by 
stannous  chloride  or  acetate,  which  is  then  used  for  printing  ar 
same  way  as  Indigo. 


Equations. 


(1) 


r/\/ 


NO 

.+  2Zn  + 211,0    -5- 


/\/ 


NH, 


+  Zn(Cl)0H  +  Zii(0H)2 


ClH.(CH3).jN^ 
(nitrosodimethylaniline) 
(hydrochloride). 


(CH;,)oN^ 

(dimethyl-j»)-phenylene- 
diamine). 


(2) 
(CH3),N 


NiH. 


H 


/\. 


:> 


N 


V/\^:     ^    • 


+  2H.,0 


(CH,),Jf 


/\/     \y\i 


(a-naphthol).  (Indophenol). 

On  reduction  Indophenol  is  converted  into  Indophenol  white 

NH    /-\ 

(Indophenol  white). 


N      /- 


+     H., 


in  which  condition  it   is   soluble   in  alkali,  and,  then   possesses  affinity  for  the 
fibres  upon  which  it  can  be  reconverted  into  the  blue  on  oxidation  in  the  air. 
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29.  Meldola's  blue  {Naphtliol  blue) 


C1(CH3),N 

Meldola,  Ber.,  1879,  xii.  20Q5//J.aS.,  1881,  xxxix.  37. 
Witt,  Ber.,  1890,  xxiii.  2247i 
Meldola,  Private  communicct^on. 

21  grams  ;8-naphthol. 

53     ,,        nitrosodimethylaniline  hydrochloride: 

The  aboVQ  quantities  are  dissolved  in  alcohol  and  heated  on  the  water-bath 
in  a  round  flask,  fitted  with  a  reflux  condenser,  for  a  day.  The  colouring  matter 
is  formed,  and  is  separated  by  adding  a  solution  of  zinc  chloride  imtil  no  further 
precipitate  is  obtained.  The  zinc  chloride  double  salt  is  filtered  and  dried  on  a 
porous  plate.     Yield  30  grams. 

Properties. — Dark  violet  powder,  soluble  in  water  with  bluish-violet  colour. 
Dyes  cotton,  mordanted  with  tannin  and  tartar  emetic,  indigo  blue. 


Equation. - 


NO 


(nitrosodimethylaniline) 
(hydrochloride). 


/ 


.HO 

(;8-naphthol). 


C1(CH3)2N^      -     Q 

(Meldola's  blue). 


C1H(CH..)2N' 


/  \,NH., 


-V    3H2O 


The   formula    of   this   substance,  as   a   derivative   of  o-quinone   containing 
tetravalent  oxygen,  would  be 

N      /' 


(CH,),^ 


30.   Gallocyanine. 
O 


CO    N 


OHl 


OH    O 


•N(CH3)., , 


f7 
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E.P.  489981;  A.P.  253,721  and  257,498;  D.P.  19,58081. 

10  grams  gallic  acid. 

17      ,,       nitrosodimethylaniline  hydrochloride. 
200  c.c.  alcohol,  95  per  cent. 

The  above  quantities  are  mixed  together  in  a  500-c.c.  round  flask  fitted  with 
a  reflux  condenser,  and  heated  on  the  boiling  water-bath.  The  course  of  the 
reaction  is  observed  by  spotting  a  drop  on  filter-paper  and  observing  the  colour. 
When  this  is  dark  violet-blue,  and  does  not  change  on  further  heating  the  flask, 
the  reaction  is  finished.  There  must  also  be  no  yellow  rim  round  the  drop  of 
colour  on  the  filter-paper.  The  alcohol  is  distilled  off'  on  the  water-bath  and 
the  residue  evaporated  to  dryness.  This  is  boiled  with  200  c.c.  of  water,  filtered, 
and  dried  on  a  porous  plate,  and  finally  at  40-50°. 

Properties. — Bronze  powder,  insoluble  in  water.  Dyes  chrome-mordanted 
wool  bluish-violet,  and  is  used  in  printing  upon  chrome-mordanted  wool  and 
cotton. 

Equations. — 
/      COOH  \ 


IHO'       to 

\       OH        / 
(gallic  acid). 

/COOH  N 


OHl 


+     3 


ON/ 


in(ch,).;hci 


OH    0  N{CH3),C1^ 

(hydrochloride). 
4,  -HCl 


,         HjN,/  \  +  SHaO 

+  I       JN(CH3)2HC1 


CO  N 

ohI    J     I     I 

OH   O  ^{^'^■ihi 

(Gallocyanine). 

The  formula  of  this  substance  would  be  represented  by 

N     CO O 


(CH3),N! 


O    OH 


OH 


on  the  assumptioa  that  the  oxazine  salts  are  derivatives  or  o-quinone  containing 
tetravalent  oxygen  (see  p.  125). 


31.  Methyleiie  blue. 


(0H3),N 


N(CH,)2C1 
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E.P.  438*5;  D.P.  38,573s^  39,7578'^;  A.P.  362,592,  366,639,  366,640,  384,480; 
F.P.  173,137,  181,827. 

24  grams  dimethylaniline. 

65     „  cone,  hydrochloric  acid. 

7'1  „  sodium  nitrite. 

20     ,,  zinc  dust. 

50     ,,  sodium  thiosulphate. 

25  ,,  potassium  bichromate. 
53     ,,  sulphuric  acid. 

8     ,,        neutral  sodium  chromate. 

Twelve  grams  of  dimethylaniline  are  dissolved  in  a  mixture  of  40  c.c.  of  water 
and  65  grams  of  concentrated  hydrochloric  acid,  and  the  solution  cooled  with  ice 
to  12-15^  This  is  stirred  mechanically,  and  a  solution  of  7*1  grams  of  sodium 
nitrite  run  in  slowly  (delivery  tube  underneath  the  surface  of  the  liquid),  takijpg 
care  that  the  temperature  does  not  rise  above  15°.  The  nitroso-compound  is 
reduced  by  adding  about  20  grams  of  zinc  dust  carefully,  and  the  reduction 
is  complete  when  the  solution  is  of  a  clear  red  colour.  The  amount  of  zinc  added 
must  be  sufficient  to  neutralise  the  hydrochloric  acid,  so  that  Congo  paper  is  no 
longer  turned  blue.  The  solution  is  now  diluted  with  water  to  500  c.c,  and  a 
solution  of  12  grams  of  dimethylaniline  in  the  exact  quantity  of  hydrochloric  acid 
necessary  to  form  the  hydrochloride  (about  10  c.c.)  added,  and  then  a  solution 
of  50  grams  of  sodium  thiosulphate  in  a  little  water. 

The  mixture  is  oxidised  by  adding  a  concentrated  solution  of  25  grams  of 
potassium  bichromate  and  boiling  for  two  hours. 

Fifty-three  grams  of  sulphuric  acid  first  diluted  with  100  c.c.  of  water  are 
now  added,  and  the  solution  boiled  to  expel  SO.2. 

The  leuco-methylene  blue  is  oxidised  by  adding  8  grams  of  neutral  sodium 
chromate  dissolved  in  a  little  water,  and  the  resulting  dye  is  precipitated  by 
adding  salt. 

The  base  is  filtered,  dissolved  in  a  little  boiling  water  to  which  a  little 
hydrochloric  acid  has  been  added,  and  the  hydrochloride  precipitated  by  common 
salt,  filtered,  and  dried  on  a  porous  plate. 

Properties. — Dark  green  or  red-brown  bronzy  powder,  easily  soluble  in  water, 
forming  a  blue  solution.     Dyes  tannin-mordanted  cotton  blue. 

Equations.— 

\       i  +     H.3S,,0,   +   O        -^  II  +     H2O 

(dimethyl-^-phenylenediamine).  (thiosulphonic  acid  of  dimethyl- 


(2)  .Nit. 


p-phenylenediamine). 


•■+11  +  O2 

(dimethylaniline). 


■>    (CH3)2N/^^  ^S  ^^N(CH3)2  +  2H2O 
I  I 

SO3 ,1 

(thiosulphonic  acid  of  an  indamine). 
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(3)  N  N 


SO, 


(Methylene  blue). 


This  substance,  formulated  as  an  o-quinone  derivative  containing  tetravalent 
oxygen,  would  be 

N 


(CH3)2Nl^^^^N(CH3)2 
O 

I 
CI 


32.  Safranine. 
N 


CH  /  Y  Y  P^3 

N 


CeHg     CI  CgHg 

Walter,  Aus  der  Praxis  der  Anilinfarhenfabrikation. 

24  grams  o-toluidine. 
30      „      granulated  tin. 
20      „       zinc  dust. 

9  5  „       aniline. 
40      ,,      potassium  bichromate. 

/.  Preparation  uf  amidoazotolvsne. — The  toluidine  is  mixed  with  14*5  grams 
of  concentrated  hydrochloric  acid  (12*5  c.c.)  in  a  small  thick  beaker,  and  the 
mixture  cooled  imder  the  tap  to  18-20°.  7 "8  grams  of  powdered  sodium  nitrite  are 
now  added  very  gradually,  whereby  the  temperature  rises  to  33°.  If  the  nitrite 
be  added  too  quickly,  the  temperature  may  rise  to  60°  or  70°  and  the  experiment 
is  spoiled.  After  stirring  for  one-quarter  of  an  hour  longer  the  amidoazotoluene  is 
filtered,  washed  once  with  a  little  water,  and  left  standing  for  two  days  before  use. 
(This  is  done  in  order  that  the  last  traces  of  diazoamidotoluene  may  be  com- 
pletely converted  into  amidoazotoluene.) 

//.  Reduction. — 30  grams  of  granulated  tin  are  mixed  with  80  grams  of  con- 
centrated hydrochloric  acid  (69  c.c),  and  the  powdered  amidoazotoluene  added 
to  the  mixture  slowly,  during  which  operation  the  temperature  may  rise  to  70". 
When  the  liquid  has  become  clear  and  no  more  lumps  of  amidoazotoluene  are 
present,  cold  water  is  added  till  the  temperature  is  brought  down  to  about  60", 
and  the  tin  in  solution  is  precipitated  by  zinc.  For  this  purpose  15-20  grams  of 
zinc  dust  are  stirred  up  with  25  c.c.  of  water  and  added  gradually  to  the  reduction 
mixture.     The  temperature  should  not  be  allowed  to  rise  above  80°. 

The  precipitation  of  the  tin  must  be  complete.  In  order  to  test  this  a  few 
drops  of  the  mixture  are  filtered,  acidified  with  dilute  hydrochloric  acid,  and 
sulphuretted  hydrogen  passed  through  ;  this  should  produce  no  dark  colour, 
otherwise  more  zinc  dust  must  be  added  to  the  above  mixture. 

The  mass  is  now  filtered  hot,  the  residue  of  tin  washed  with  hot  water,  and  to 
the  united  filtrates  is  added  9-5  grams  of  aniline  dissolved  in  10  c.c.  of  concentrated 
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hydrochloric  acid  and  75  c.c.  of  water.  (On  the  large  scale  the  liquid  at  this 
point  is  tested  by  titration  with  a  10  per  cent,  solution  of  potassium  bichromate 
till  no  more  blue  colour  is  formed  (indamine),  and  from  the  amount  of  bichromate 
used,  the  quantity  of  aniline  is  calculated. 

///.  Oxidation. — For  the  oxidation,  40  grams  of  potassium  bichromate  are 
dissolved  in  water  and  added  to  the  above  mixture.  (On  the  large  scale  regained 
manganese  dioxide  is  now  used,  containing  65  to  68  per  cent.  MnO.,).  A  blue 
precipitate  is  at  once  formed,  and  the  whole  is  boiled,  when  the  blue  colour 
gradually  changes  to  red.  When  no  further  change  of  colour  takes  place  (seen 
by  spotting  on  filter-paper),  the  mixture  is  filtered  hot,  the  residue  washed  with 
hot  water,  and  the  filtrate,  containing  the  safranine,  salted,  whereby  the  dye  is 
precipitated.     After  cooling,  this  is  filtered  and  dried  at  100^ 

The  residue,  which  contains  bluer  colouring  mattei's,  is  on  the  large  scale 
worked  up  for  these. 

Properties. — Reddish-brown  powder,  soluble  in  water  with  a  red  colour. 
Dyes  cotton,  mordanted  with  tannin  and  tartar  emetic,  red. 


Equations. — 
CH3 


CH, 


(1)  <'      ^NH2     +     NaN0,  +  2HCl 

(o-toluidine). 


(2) 


J  _l 

(o-toluidine). 


>N  i  N     +     NaCl  +  2H.p 
(diazo-compound). 

J  I 

\n  :  n/^NHj      +     HCl 
(amidoazotoluene). 


(3) 


OH3 

Nn  :  N. 


CH, 


CHo 


CH, 


(4) 


CH, 

h,n' 


H         H,N 
H       H,    H 

N 


NHo     +     2H,        -s> 


(o-toluidine).  (p-toluylenediamine). 

^•*       +     20., 
/'JMHo 

HCl 


^     yNHa    +    H2N<r       >NH, 
(o-toluidine).    (p-toluylenediamine). 


CH3 

NH,    +   4H,o 


(aniline  hydrochloride). 


CIH.HN 


(See  p.  142.) 


(Safranine). 
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33.   Incluline  (spirit  soluble).     (See  below.) 

125  grams  aniline. 
30      „      aniline  hydrochloride. 

One  hundred  and  twenty-tive  grams  of  aniline  are  mixed  with  12  grams  of 
concentrated  hydrochloric  acid  in  a  round  flask,  and  a  solution  of  7*2  grams  of 
sodium  nitrite  in  a  little  water  added.  The  mixture  is  allowed  to  stand  over- 
night, and  is  then  warmed  to  40-50°  in  order  to  complete  the  conversion  of  the 
diazoamidobenzene  into  amidoazobenzene. 

Thirty  grams  of  aniline  hydrochloride  are  now  added,  and  the  mixture  heated 
in  an  oil-bath,  the  temperature  being  gradually  raised  to  175-180°  and  kept  at 
this  point  for  four  hours.  The  melt  is  poured  into  water  and  acidified  with  hydro- 
chloric acid.  The  Induline  is  filtered  from  the  solution  of  aniline  hydrochloride, 
dried  at  70°,  and  ground. 

Properties. — Bluish-black  powder,  insoluble  in  water,  soluble  in  alcohol  with 
blue-violet  colour.  Dyes  blue  when  dissolved  in  acetin  (prepared  from  acetic  acid 
and  glycerine),  etc.,  and  printed  on  cotton. 

This  Induline  is  a  mixture  of  the  following  bases  : — 

N 

J\    J\   /\   /'NH2  i     A     k    /'NHCeHg 

CIH.  an^N-^  \/  V  ^  CIH.  CgHgN^ 


CeHs 


and  A  X  /\  /NHC«H,, 

C1H.C6H5N<^  \  X    ,  /  \  / 

or  formulated  as  or^/ioquinone  derivatives 

N  N 

N 

C,H,,HN,/^,^\-^|NHC«H5 

^"^  c„h,hn'^\/'-\/Jnhc«h« 

/  \ci 

An  explanation  of  their  mode  of  formation  is  given  on  p.  14C. 


34.  Induline  (water  soluble).     (See  below.) 

50  grams  induline  (spirit  soluble). 
300      „      cone,  sulphuric  acid  (167  c.c). 

Fifty  grams  of  Induline  are  dissolved  in  300  grams  of  concentrated  sulphuric 
acid  and  the  mixture  heated  on  the  water-bath  till  a  sample  is  soluble  in  dilute 
alkali. 
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The  mixture  is  poured  into  water^  the  sulphonated  dye  filtered,  washed,  and 
transferred  to  a  porcelain  evaporating  basin  and  neutralised  with  caustic  soda 
solution.  The  solution  of  the  sodium  salt  is  now  evaporated  down  to  dryness 
and  powdered. 

Properties. — Bronzy  or  blue-black  powder,  soluble  in  water  with  bluish-violet 
colour.     Dyes  wool  and  silk  blue  from  an  acid  bath. 

This  substance  is  a  mixture  of  the  sodium  salts  of  the  sulphonic  acid  of  the 
various  spirit-soluble  Indulines  (see  previous  preparation). 

35.  Primuline. 
Chief  constituent : — 


^%^^^'-^\-^^^'-^'^' 


S .  /SOsNa 

)C.C6H3< 


Green,  J.C.S.,  1889,  Iv.  227;  Ber.,  1889,  xxii.  968. 
E.P.  631988;  D.P.  50,52585. 

20  grams  ^-toluidine. 
14      ,,      sulphur. 

The  substances  are  well  mixed  together  and  heated  in  a  jar  in  an  oil-bath. 
The  temperature  is  slowly  raised  to  250°,  sulphuretted  hydrogen  is  evolved,  and 
the  mass  becomes  yellow.     The  reaction  is  finished  when  no  more  gas  is  evolved. 

The  cold  mass  is  powdered  finely,  added  to  four  times  its  weight  of  fuming 
sulphuric  acid  (30  per  cent.  SO3),  and  warmed  to  70-80°  for  a  few  minutes,  till  a 
sample  dissolves  in  dilute  alkali. 

The  sulphonation  mixture  is  then  poured  into  ten  times  its  volume  of  ice- 
water,  and  the  sulphonic  acid  of  the  primuline  base  which  is  precipitated  is  filtered 
and  washed  till  free  from  acid.  The  paste  is  stirred  up  with  dilute  ammonia 
until  alkaline,  filtered  at  the  pump,  and  washed  twice  with  cold  water.  The 
residue  is  the  ammonium  salt  of  dehydrothio-^-toluidine  sulphonic  acid,  which  is 
always  present,  and  the  filtrate  contains  the  primuline.  This  is  saturated  with 
salt,  when  the  primuline  separates  out,  and  is  filtered  and  dried. 

Properties. — Yellow  powder,  easily  soluble  in  water.  Dyes  unmordanted 
cotton  primrose  yellow  from  an  alkaline  or  neutral  bath ;  this  is  usually 
diazotised  on  the  fibre  and  developed  with  ^-naphthol,  when  a  fast  red  is 
obtained.     Equations. — (See  p.  153.) 

36.  Indigo. 

Sandmeyer,  Zeit.  Farb.  Teztil.  Chem.,  1903,  132;  J.C.S.,  1903,  Ixxxiv.  486. 

/.  Preparation  of  hydrocyanocarbodiphenylimide. — 

200  grams  thiocarbanilide. 

70      ,,      potassium  cyanide  (96  to  98  per  cent.). 
300      ,,      basic  lead  carbonate  (white  lead). 
500      ,,      alcohol. 
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The  potassium  cyanide  is  dissolved  in  200  c.c.  of  water,  and  the  solution 
mixed  with  the  thiocarbanilide,  white  lead,  and  alcohol.  The  whole  is  slowly 
warmed,  with  frequent  shaking,  to  50-60°  on  the  water-bath.  The  reaction  is 
soon  finished,  and  the  end  is  reached  when  a  filtered  test,  boiled  wnth  a  little 
white  lead,  does  not  blacken  the  latter.  After  cooling,  water  is  added  and  the 
precipitate  filtered,  washed,  and  dried. 

The  dry  residue  is  extracted  with  alcohol,  the  alcoholic  solution  filtered  from 
the  lead  sulphide  and  concentrated.  On  cooling,  pale  yellow  prisms  of  the  hydro- 
cyanocarbodiphenylimide  crystallise  out  and  are  filtered  and  dried. 

//.  Preparation  of  thiooxaniiediplienylamidine. — 200  grams  of  the  finely 
powdered  hydrocyanocarbodiphenylimide  are  mixed  with  500  grams  of  a  yellow 
ammonium  sulphide  solution  (this  is  made  by  passing  35  grams  of  sulphuretted 
hydrogen  into  440  grams  of  21  to  22  per  cent,  ammonia,  and  dissolving  25  grams 
of  powdered  sulphur  in  the  colourless  solution)  in  a  flask.  The  flask  is  closed 
and  allowed  to  stand  at  25-35°  till  a  filtered  test,  after  being  well  washed,  dis- 
solves completely  in  dilute  hydrochloric  acid.     This  takes  about  two  days. 

The  thioamidine,  which  is  a  lemon-yellow  powder,  is  filtered,  washed,  and 
dried.  It  forms  gold-yellow  crystals  when  recrystallised  from  alcohol,  melting  at 
161-162°. 

III.  Preparation  of  a-isatinanilide. — -200  grams  of  the  dried  thiooxamicdi- 
phenylamidine  are  added  to  800  grams  of  concentrated  sulphuric  acid  (444  c.c.) 
which  have  been  previously  warmed  to  90°.  The  mixture  is  well  stirred  and 
the  temperature  not  allowed  to  rise  over  95°. 

Sulphur  dioxide  is  evolved  and  the  substance  goes  into  solution ;  the 
sulphuric  acid  becomes  coloured  first  dark  brown-violet,  and  finally  yellowish 
red.  When  all  is  added  the  temperature  is  raised  to  105-110°,  till  no  more 
sulphur  dioxide  is  evolved.  After  cooling,  the  mixture  is  poured  into  a  solu- 
tion of  sodium  carbonate  sufficient  to  neutralise  the  acid  containing  lumps  of  ice. 

The  precipitated  a-isatinanilide  is  filtered,  pressed  on  a  porous  plate,  and 
dried  at  a  low  temperature.  It  forms  violet-black  needles  melting  at  126° 
when  recrystallised  from  benzene  or  carbon  bisulphide,  and  orange-red  plates 
from  alcohol. 

IV.  Conversion  of  a-isatinanilide  into  Indigo. — 200  grams  of  a-isatinanilide 
are  dissolved  in  600  grams  of  alcohol  and  the  solution  warmed.  To  this  is 
added  400  grams  of  a  freshly  prepared  solution  of  ammonium  sulphide  con- 
taining 10  per  cent.  H^S.  Indigo  separates  out  in  copper-glistening  crystals  ; 
and,  after  treating  the  solution  to  boiling  for  a  short  time,  these  are  filtered  off, 
washed  first  with  alcohol,  then  with  water,  and,  after  drying,  extracted  with 
carbon  bisulphide  to  remove  the  last  traces  of  sulphur. 

Properties. — Dark  blue  powder. 
(For  analysis,  see  p.  305.) 

Equations. — 

(Thiocarbanilide). 


^/     C-NH:C„H5  ^/     0  =  NCoH5 

;s iN 

(potassium  cyanide).  (hydrocyanocarbodiphenylimide). 
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(2)  III"  +     H^S        -^        '        '     ^^ 


I  '  I 

CN  CSNH2 

(thiooxamicdiphenylamidiiie). 


(3)  2     I        !.~-^^~^"-'^°«-^-^      +      2H.JSO4 


[J- CO 

(a-isatinanilide). 

,^    -|— NH-C                     O— NH- 
(4)                           1                           I            +             I  I        I      +      2H2 

1^/1 CO  CO I       ' 


-NH— C  =  C— NH- 

->        I        i  II  I        I     +     SCeH^NHo 

(Indigo).  (aniline). 

37.  Sulphur  black  T  (constitution  unknown). 

E.P.  11511900;  A.P.  655,659;  D.P.  127,835;  F.P.  299,721. 

60  grams  a-dinitrophenol. 
90      ,,        sulphur  (flour). 
250      ,,        sodium  sulphide  (cryst.). 

The  sodium  sulphide  is  dissolved  in  300  c.c.  of  water  in  a  round  flask,  the 
sulphur  mixed  with  the  solution,  and  then  the  dinitrophenol  added  gradually. 
The  flask  is  attached  to  a  reflux  condenser,  and  heated  to  boiling  on  a  sand- 
bath  for  about  fifteen  hours.  The  liquid  is  now  transferred  to  a  filter-flask  fitted 
with  a  cork  and  a  straight  glass  tube  reaching  to  the  bottom,  and  the  side-tube 
connected  with  the  vacvium  pump.  In  this  way  a  stream  of  air  is  led  through 
the  liquid  and  the  dye  is  precipitated.  When  a  drop  on  filter-paper  shows  a 
colourless  rim,  the  mixture  is  filtered  at  the  pump,  dried,  and  powdered.  Yield 
about  120  grams. 

Properties. — Black  powder,  soluble  in  dilute  solution  of  sodium  sulphide 
with  black  colour ;  insoluble  in  alcohol.  Dissolves  in  concentrated  sulphuric 
acid  on  warming  with  dirty  green-blue  colour.  Dyes  unmordanted  cotton  in  a 
bath  containing  sodium  sulphide  direct  black. 

Equation. — Unknown  (see  p.  167). 


PART  III.-ANALYTICAL. 


CHAPTER  XXX. 

COMPOUNDS  USED  IN  CONNECTION  WITH  THE  DYESTUFFS. 

I.  INORGANIC  PRODUCTS. 

Fuming  Sulphuric  Acid. 

Fuming  sulphuric  acid  is  usually  looked  upon  for  analytical  purposes  as  a 
mixture  of  sulphur  trioxide  (SO3)  and  sulphuric  acid  (H0SO4).  It  always 
contains,  however,  small  quantities  of  sulphur  dioxide  (SOo),  and  the  amount 
of  this  is  specially  determined. 

The  fuming  acid  is  melted,  if  necessary,  and  a  sample  transferred  to  a 
narrow-mouthed  stoppered  bottle.  In  order  to  weigh  out  a  portion  for  analysis, 
the  following  method  is  adopted : — An  ordinary  test-tube,  about  f  of  an  inch 
wide,  is  drawn  out  about  IJ  inches  from  the  bottom  to  a  fine  capillary  tube 
about  l|-2  inches  long,  which  is  weighed,  and  then  the  end  of  the  capillary 
tube  dipped  into  the  acid.  The  bulb  is  now  warmed  by  a  flame  expelling 
some  of  the  air,  so  that,  on  cooling,  the  acid  rises  into  it.  The  weight  of  the 
acid  should  be  about  8-10  grams.  The  capillary  end  is  quickly  withdrawn, 
sealed  in  the  flame,  the  tube  cleaned  and  weighed.  It  is  now  dropped  into  a 
litre  flask  containing  200-300  c.c  of  water,  the  stopper  replaced,  and  the  bulb 
broken  by  shaking.  The  flask  is  cooled  for  a  minute  under  the  tap,  and  after 
a  short  time  the  white  fumes  are  entirely  absorbed.  The  solution  is  poured 
off  from  the  l^roken  glass,  made  up  to  1  litre,  and  250  c.c.  titrated  with  normal 
caustic  soda  solution,  using  methyl  orange  as  indicator.  It  is  necessary  to 
remember  here  that  1  c.c.  normal  caustic  soda  solution  (0'040  gram  NaOH) 
neutralises  J  molecule  SO3  (0"040  gram  SOg)  and  a  whole  molecule  of  SOo 
(0-064  gram  SO2). 

A  second  quantity  of  250  c.c.  is  now  titrated  with  one- tenth-normal  iodine 
solution  (a  few  drops  of  starch  solution  are  added,  and  the  iodine  run  in  till  a 
faint  blue  colour  is  obtained). 

One  c.c.  one-tenth-normal  iodine  solution  corresponds  to  0'0032  gram  SOo  ; 
thus  for  each  c.c.  of  iodine  used,  0*05  c.c.  must  be  subtracted  from  the  number  of 
c.c.  of  normal  caustic  soda  used  in  the  first  titration,  in  order  to  arrive  at  the 
correct  amount  of  SO3  present.  An  example  will  show  how  the  calculation  is 
m.ade  : — 9*7104  grams  fuming  acid  dissolved  in  water  up  to  1  litre,  250  c.c. 
taken  for  each  analysis. 

For  the  SOg  determination  r21  c;c.  of  one-tenth-norraal  iodine  were  used, 
corresponding  to  1-21  x  0-0032  =  0-003872  gram  SO2  =  0-16  per  cent.  SOg. 

Further,  by  titration  with  methyl  orange  52-38  c.c.  of  normal  caustic  soda 

366 
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were  used,  from  which  0*06  (correspondinsr  to  1"21  c.c.  of  the  iodine  solution) 
are  subtracted,  so  that  we  have  52'32  c.c.  =  2"0928  grams  803  =  86-2  per  cent. 
The  fuming  acid  thus  contains 

86-2  SO3  0-16  SO2  13-64  H.O 

13-64  water  combine  with  13-61:  x  4-44  =  60-56  SO3,  so  that  the  acid  contains 
86-2  -  60-56  =  25-64  per  cent.  SO3. 
The  complete  analysis  is  therefore 

H,SO,    . 

S63 

SO., 


.     74-2 
.     25-64 
•16 

iiic  Dust. 

100-00 

Method  of  Knecht  and  Rawson. — The  zinc  dust  is  treated  with  excess  of 
potassium  bichromate  solution  in  presence  of  sulphuric  acid,  whereby  a  portion 
of  the  bichromate  is  reduced. 

aZn  +  THLiSO^  +  KsCrA  =  CraCSOJj  +  3ZnS04  +  £2804  +  THoO 

An  excess  of  ferrous  ammonium  sulphate  is  now  added,  a  part  of  which  is 
oxidised  by  the  bichromate  remaining. 

eCFeSO^.  (NH4).2S04. 6H2O)  +  K^CrgO^  +  8H.JSO4 

=  3Feo(S04),  +  6(NH4).JS04  +  2KHSO4  +  Cr2(S04)3  +  43HoO 

The  excess  of  ferrous  ammonium  sulphate  is  finally  determined  by  titrating 
back  with  the  solution  of  bichromate. 

0-662  gram  zinc  dust  is  mixed  with  80  c.c.  of  a  solution  of  25  grams  KgCrgO- 
in  a  litre  and  10  c.c.  of  dilute  sulphuric  acid ;  after  ten  to  fifteen  minutes  10  c.c. 
of  dilute  sulphuric  acid  is  added,  and  after  another  ten  minutes  the  same  quantity 
of  acid  added.  The  mixture  is  shaken  from  time  to  time,  and  finally  20  c.c.  of 
concentrated  sulphuric  acid  and  excess  (about  10  grams)  of  pure  ferrous  ammonium 
sulphate  added.  After  stirring  the  mixture,  a  drop  withdrawn  with  a  glass  rod 
must  give  a  blue  colour  with  a  drop  of  potassium  ferricyanide  solution,  other- 
wise a  further  weighed  quantity  of  ferrous  ammonium  sulphate  must  be  added. 
The  excess  of  the  latter  salt  is  now  titrated  back  with  the  bichromate  solution. 
The  weight  of  bichromate  reduced  by  the  above  quantity  of  zinc  dust  multiplied 
by  100  gives  the  percentage  of  metallic  zinc. 

Example. — 0-662  gram  zinc  dust, 

80  c.c.  bichromate  solution  (25  :  1000), 
10  grams  ferrous  ammonium  sulphate, 

bichromate  used  for  titrating  =  6-1  c.c.  (1  gram  ferrous  ammonium  sulphate 
=  0-1253  gram  K2CroO^),  total  bichromate  solution  used  =  86-1  c.c.  =  2-1525 
KgCrgO-,  bichromate  used  by  ferrous  ammonium  sulphate  =  0-1 253  x  10 
=  1-253;  therefore  2-1525  -  1-253  =  0-8995  gram  KgCrgO^  is  the  amount  reduced 
by  the  zinc,  and  the  zinc  contained  in  the  zinc  d\ist  =  89-95  per  cent. 

Lead  Peroxide. 

About  10  grams  of  paste  are  weighed  out  and  washed  into  a  litre  flask. 
100  c.c.  of  a  half-normal  oxalic  acid  solution  and  150  c.c  of  dilute  sulphuric  acid 
(1:3)  are  then  added  and  the  mixture  shaken  for  one  hour.  The  flask  is  now 
filled  up  to  the  mark,  the  contents  filtered,  and  250  c.c.  measured  into  a  basin. 
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Distilled  water  and  50  c.c.  of  dilute  sulphuric  acid  are  added,  and  the  excess 
of  oxalic  acid  titrated  back  with  standard  permanganate  solution.  1  gram 
crystallised  oxalic  acid=r8968  grams  PbOg. 

Sodium  Sulphide. 

The  technical  product  may  be  rapidly  tested  by  the  volumetric  method 
described  by  Battegay  (Zeit.  Farhen  u.  Textil.  Cliem.,  1903,  350). 

The  solution  of  sodium  sulphide  to  be  analysed  is  treated  carefully  with 
dilute  acetic  acid  in  presence  of  phenolphthalein,  till  the  latter  is  colourless,  so 
as  to  neutralise  any  free  alkali  which  may  be  present. 

A  standard  solution  of  crystallised  zinc  sulphate  is  now  run  in  from  a 
burette  till  all  the  soluble  sodium  sulphide  is  converted  into  the  insoluble  zinc 
sulphide.  In  order  to  indicate  the  presence  of  still  unchanged  sodium  sulphide, 
cadmium  sulphate  is  used.  A  concentrated  solution  of  the  latter  is  prepared  and 
spotted  on  thick  white  blotting-paper  (not  ordinary  filter-paper).  A  drop  of  the 
liquid  being  analysed  is  brought  into  contact  with  the  cadmium  sulphate,  and  as 
long  as  any  soluble  sulphide  is  present  a  yellow  stain  of  cadmium  sulphide  will 
be  formed.     With  a  little  practice  the  end  point  is  easily  found. 

Exaviple. — 5*2015  grams  of  sodium  sulphide  dissolved  in  water  up  to  250  c.c. 

25  c.c.  required ;    9  "4   c.c.   two-fifths-normal    zinc  sulphate    (57 '5 14   grams 

ZnSO^.THgO  in  1  litre). 

9-4  X  0-078         ,   ^.    « 

gram ;   percentage    of   Na2S 


NagS    in    25 

c.c. 

— 

5 

=   0-1 4( 

10  X  0-1466  X 

100 

=    28-16, 

5-2015 

Sodium 

Nitrite. 

Sodium  nitrite  is  analysed  by  the  permanganate  method  in  acid  solution. 

2KMn04  +  5NaN02+4H2S04  =  2KHSO4  +  2MnS04  +  5NaN03 -h  SK^O 

The  sodium  nitrite  solution  is  run  from  a  burette  into  a  certain  quantity  of 
permanganate  solution  strongly  acidified  with  dilute  sulphuric  acid,  which  is 
warmed  to  40-50°.  The  end  of  the  reaction  is  shown  by  the  disappearance  of 
the  pink  colour.  For  example  : — 20  c.c.  of  a  half-normal  (or  100  c.c.  of  one-tenth- 
normal)  solution  of  potassium  permanganate  are  acidified  with  dilute  sulphuric 
acid,  warmed  to  the  above  temperature,  and  a  solution  of  1  gram  of  sodium  nitrite 
in  100  c.c.  of  water  added  from  a  burette  till  the  colour  disappears.  1  c.c.  half- 
normal  permanganate  (16  grams  per  litre)  corresponds  to  0*01725  gram  sodium 
nitrite;  therefore  20  c.c.  permanganate  =  0*345  gram  NaNO,,,  and  if  n  c.c.  of  the 

3450 
nitrite  solution  have  been  used,  the  percentage  of  NaNO^,  =      — ~  .     Technical 

sodium    nitrite    is  97  to  98  per   cent.  NaNOg  (see   also    Lunge,   Ghem.  Zeif., 
1904,  501). 

II.  ORGANIC  PRODUCTS. 
Aliphatic  Compounds. 

Fonnaldehyde. 

The  commercial  solution  of  formaldehyde  in  water  contains  about  40  per 
cent.  CH2O. 

The  sample  for  analysis  is  shaken  with  precipitated  chalk,  allowed  to  stand. 
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and  5  c.c.  of  the  clear  solution  added  to  50  c.c.  normal  ammonia  solution  in  a 
flask  which  is  stoppered  and  allowed  to  stand  for  one  day.  The  excess  of 
ammonia  is  now  titrated  back  with  normal  hydrochloric  acid,  using  litmus  as 
indicator. 

From  the  equation 

6CH2O     +     4NH3     =     CgHioN^     +     6KP 

hexamethyleiie- 
tetramine, 

the  above  quantity  of  ammonia  would  combine  with  2*4  grams  formaldehyde, 
corresponding  to  a  48  per  cent,  solution.  For  each  c.c.  of  hydrochloric  acid 
used  in  titrating  the  excess  of  ammonia,  0'048  gram  of  formaldehyde  is 
subtracted  from  this  amount. 

If  71  c.c.  of  normal  acid  have  been  used,  the  percentage  of  formaldehyde 
=  48  -  n  X  0-96  (Legler,  Ber.,  xvi.  1333). 

For  a  very  exact  method  see  Blank  and  Finkenbeiner  (Ber.,  1898,  xxxi. 
2979). 

Formaldehyde  is  used  for  the  preparation  of  Auramine,  triphenylmethane 
colours,  and  certain  colours  of  the  acridine  series. 

Methyl  Alcohol. 

Methyl  alcohol  is  used  in  the  colour  industry  for  the  preparation  of 
dimethylaniline,  formaldehyde,  and  methyl  chloride,  bromide,  and  iodide. 
The  chief  impurity  to  be  met  with  is  acetone,  which  is  tested  for  by  Kramer's 
method  (Ber.,  xiii.  1002).  Into  a  stoppered  measuring  cylinder  of  50-c.c. 
capacity,  10  c.c.  of  caustic  soda  solution  (80  grams  NaOH  in  1  litre)  are 
measured,  then  1  c.c.  of  the  methyl  alcohol,  and  lastly,  after  shaking,  5  c.c.  of 
iodine  solution  (containing  254  grams  iodine  in  1  litre).  After  standing  for 
some  time  10  c.c.  of  alcohol-free  ether  are  added  and  the  cylinder  shaken.  The 
volume  of  the  ethereal  solution  is  now  read  off,  an  aliquot  part  (about  5  c.c.) 
withdrawn  with  a  pipette,  transferred  to  a  weighed  watch-glass,  and  the  ether 
allowed  to  evaporate,  when  the  iodoform  separates  out  as  yellow  crystals.  The 
watch-glass  is  left  in  a  desiccator,  containing  sulphuric  acid,  for  some  time 
and  then  weighed.  1  molecule  acetone,  CgH^jO  =  58,  gives  1  molecule  iodoform, 
CHl3  =  394.  From  the  determination  of  the  specitic  gravity  (which  is  always 
made)  the  weight  of  1  c.c.  of  methyl  alcohol  is  given,  and  the  amount  of  acetone 
contained  in  it  easily  calculated. 

A  number  of  manufacturers  (German)  of  methyl  alcohol  guarantee  the 
following  properties  of  their  product : — 

1.  Sp.  gr.  not  below  0-7995. 

2.  The  amount  of  acetone  not  above  0*7  per  cent. 

3.  At  least  95  per  cent,  of  the  methyl  alcohol  must  distil  within  one  degree 
(65"5  to  66"5)  (measured  with  a  thermometer  divided  into  j^^ths  of  a  degree). 

4.  If  the  alcohol  is  shaken  with  twice  its  volume  of  concentrated  sulphuric 
acid,  it  should  become,  at  most,  light  yellow. 

5.  Five  c.c.  of  the  alcohol  should  not  at  once  decolorise  1  c.c.  of  a  solution 
of  potassium  permanganate  containing  1  gram  in  a  litre. 

6.  Twenty-five  c.c.  must,  when  treated  with  1  c.c.  of  bromine  solution  (1  part 
bromine  in  80  parts  of  50  per  cent,  acetic  acid),  remain  yellow. 

7.  The  methyl  alcohol  must  remain  colourless  on  addition  of  concentrated 
caustic  soda  solution. 

If  methyl  alcohol  is  intended  for  the  manufacture  of  formaldehyde,  it  must 
be  absolutely  free  from  chlorine  compounds. 
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Aromatic  Compounds. 


Benzene. 


"Pure  benzene"  should  distil  within  one  degree  of  the  correct  boiling-point 
(80'5°).  It  should  give  no  crystalline  precipitate  on  standing  with  a  few  drops  of 
phenylhydrazine  (carbon  bisulphide).  On  shaking  with  concentrated  sulphuric 
acid,  the  latter  should  only  be  slightly  darkened  (thiophene  or  hydrocarbons  of 
the  ethylene  series).  On  shaking  with  sulphuric  acid  and  a  fragment  of  isatin, 
no  blue  colour  should  be  produced  (thiophene).  On  treatment  with  a  mixture  of 
nitric  and  sulphuric  acids  and  distillation  with  steam,  no  unnitrated  hydrocarbon 
should  be  obtained  (hydrocarbons  of  the  paraffin  series).  It  should  solidify  on 
cooling  below  0°  (M.P.  6°). 

"  Crude  benzene  "  is  a  mixture  of  benzene,  toluene,  and  a  little  xylene,  and  is 
known  as  "30s.,"  "50s.,"  or  "90s.,"  according  as  30  per  cent.,  50  per  cent.,  or 
90  per  cent,  of  the  whole  (by  volume)  distils  before  100°  is  reached. 

These  give  the  following  numbers  on  distillation  : — 


30s. 

50s. 

90s. 

To  85° 

0  per  cent. 

0  per  cent. 

25  per  cent. 

„  90° 

2   ,, 

4   „ 

70   „ 

,,  95° 

12 

26   , 

83   ,, 

,,  100° 

30 

50   , 

90   ,, 

,,  105° 

42 

62   , 

94   ,, 

,,  110° 

70 

71   , 

97   „ 

,,  115° 

82 

82   , 

98   ,, 

,,  120° 

90 

90   , 

99   ,, 

By  carefully  distilling  100  c.c.  of  the  benzene  from  a  small  distilling  flask 
and  collecting  the  distillate  in  a  measuring  cylinder,  the  quality  of  the  product 
is  valued  by  the  amount  which  is  read  off  when  the  thermometer  registers  100°. 
(See  also  Frank,  J.S.C.I.,  1901,  166.)  For  the  estimation  of  sulphur  in  benzene, 
see  Schwalbe,  Zeits.  Farh.  Text.  Ind.,  1 905,  1 1 3. 


Toluene. 

Commercial    toluene   should    only   be    slightly   darkened    on    shaking    with 
concentrated  sulphuric  acid. 

It  should  distil  within  one  degree  (111-112°).     B.P.  111." 


Xylene. 

The   three  isomeric  xylenes  occurring  in  coal-tar  are  not  separated  on  the 
large  scale. 

The  commercial  product  should  distil  within  a  few  degrees ;  for  example  : — 


To  138° 

„  139° 

„  140° 

,.  U0-5° 


10  per  cent. 
70    „       „ 
88    „        „ 
90    ,.        „ 
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Naphthalene. 


Commei-cial  naplithalene  is  nearly  chemically  pure.  It  should  melt  at  79-2'* 
and  boil  correctly  within  one  degree  (B.P.  218°).  It  must  be  white  and  volatilise 
without  residue.  By  shaking  with  concentrated  sulphuric  acid  it  must  become 
dark-coloured. 

Naphthalene  should  not  contain  phenols  or  quinoline  bases.  To  test  for 
phenols,  1-2  grams  are  boiled  with  30  c.c.  dilute  caustic  soda,  the  solution 
cooled  and  filtered  from  naphthalene.  To  the  filtrate  is  added  a  little  bromine 
water  and  hydrochloric  acid.  If  phenols  are  present,  a  precipitate  of  bromo- 
phenols  is  obtained.  Quinoline  bases  are  tested  for  by  dissolving  the 
naphthalene  in  concentrated  sulphuric  acid,  pouring  the  solution  into  water,  and, 
after  filtering  from  naphthalene  and  making  the  filtrate  alkaline,  distilling  in 
steam.     Quinoline  bases  distil  over  and  are  recognised  by  their  smell. 


Nitrobenzene. 

1.  Light  or  piire  nitrobenzene  must  distil  between  205°  and  210°,  and  have  a 
sp.  gr.  of  r2. 

2.  Heavy  nitrobenzene,  or   "red   nitrobenzene,"   distils   between    210°  and 
240°,  and  should  have  a  sp.  gr.  of  118. 


Nitrotoluene. 

1.  0>-^/ionitrotoluene  should  boil  from  222-225°. 

2.  Paranitrotoluene  should  melt  at  54°. 

The  or^Ao-compound  is  used  for  the  preparation  of  o-toluidine  and  of  tolidine. 
The  ^ara-compound   is   used   for   the    preparation   of  //-toluidine    and    of 
certain  dyes. 

m-Dinitroheiizene. 

The  commercial  product  should  be  light  in  colour  and  not  contain  oil 
(nitrobenzene).  It  should  have  nearly  the  right  melting-point  (89*8°),  should  be 
neutral  and  give  a  clear  solution  in  alcohol. 


m-Dinitrotoluene 
should  not  be  oily,  and  should  melt  nearly  correctly  (M.P.  70'5°). 

Aniline. 

1.  "Aniline  for  blue." — The  aniline  to  be  used  for  the  manufacture  of 
Aniline  blue  (triphenylrosaniline)  must  be  as  pure  as  possible,  and  consequently 
is  known  by  this  name.  The  commercial  product  should  be  nearly  chemically 
pure. 

The  sp.  gr.  varies  between  1-0265  and  1-0267  at  15°.  A  good  sample  should 
nearly  all  distil  (97  to  98  per  cent.)  within  1-1|°.  The  boiling-point  is  182°. 
10  c.c.  of  the  oil  should  give  a  clear  solution  with  a  mixture  of  50  c.c.  of  water 
and  40  c.c.  hydrochloric  acid. 
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The  following  table  shows  the  behaviour  of  various  samples  of  Aniline  for 
blue  on  distillation  : — 


Specific  Gravity  at  15°. 

1. 
1-0260. 

2. 
1-0252. 

3. 

1-0256 

4. 
1  -0260. 

5. 
1-0260. 

Percentage  volume  distilling  over  up  to  180° 

181" 
182° 
183° 
184° 

1 

2 

93 

2 

98 

2 
4 
83 
7 
2 

2 

4 

89 

2 

3 
4 

88 
2 

1 

4 

92 

2 

Total, 

98 

97 

97 

99 

Estimation  of  water  in  aniline  oil  (Liebmann  and  Studer,  J.S.C.I.,  1889, 
xviii.  110). — 100  c.c.  of  the  sample  are  distilled  and  10  c.c.  collected  in  a 
narrow  graduated  measure  holding  15  c.c.  ;  1  c.c.  of  saturated  salt  solution 
is  added,  the  whole  is  well  shaken,  and  left  to  settle,  'l^he  increase  in  volume 
of  the  brine  +  a  correction  of  0-3  c.c.  gives  the  amount  of  water. 

The  boiling  is  now  continued,  and  the  temperature  is  observed  in  intervals 
of  10  c.c. ;  80  per  cent,  of  the  oil  should  boil  within  0-5°. 

Specific  gravity. — This  should  be  taken  with  the  distillate  after  the  water 
has  been  removed;  good  oils  have  a  sp.  gr.  from  1-0265-1-0270  at  15°. 

Sulphur  compounds. — These  are  given  of!"  as  hydrogen  sulphide  on  boiling. 
The  sample  is  boiled  for  some  hours  in  a  reflux  apparatus,  while  a  current  of 
carbon  dioxide  is  passed  through,  carrying  the  evolved  hydrogen  sulphide  into 
a  measured  quantity  of  one-tenth-normal  silver  nitrate  ;  at  the  end  of  the  opera- 
tion the  silver  sulphide  is  removed,  and  the  silver  remaining  in  the  solution 
estimated ;  from  the  loss  the  amount  of  sulphur  is  calculated. 

"  Aniline  salt "  (aniline  hydrochloride). — Moisture  is  determined  by  drying 
5  grams  for  twenty-four  hours  in  a  desiccator.  The  loss  should  not  be  more 
than  1  per  cent.     The  melting-point  should  be  correct  (192°). 

Free  acid  is  determined  as  follows : — 5  grams  of  the  salt  are  dissolved 
in  10  c.c.  of  water,  and  5  drops  of  crystal  violet  (1  :  1000)  added,  and  the  mix- 
ture compared  with  a  similarly  made  solution  of  aniline  salt  free  from  acid. 
If,  now,  the  sample  shows  acidity — namely,  a  bluer  or  even  a  green  shade — a 
decinormal  aqueous  solution  of  aniline  is  run  in  until  the  colours  are  exactly 
alike,  and  the  amount  of  free  acid  is  readily  found  by  calculation. 

The  aniline  is  estimated  by  Reinhardt's  method  (see  p.  273) ;  for  this 
determination  the  dried  salt  is  used.     The  formula  to  be  used  is 


X  =  2-5102VT-1-1502A, 
where  A=the  weight  of  aniline  salt  taken, 

X  =  the  quantity  of  real  aniline  hydrochloride, 
T  =  thetitreof  the  bromine  solution  for  aniline  hydrochloride, 

129-5 
obtained  from  the  aniline  titre  by  multiplying  by  — gg-  ,  and  V  the  number  of 

c.c.  of  bromide  solution  used. 

2.   "  Aniline  for  red." — This  is  a  mixture  of  aniline  with  urtho-  and  parn- 
toluidine,  and  is  used  for  the  manufacture  of  Magenta. 
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Red  oil  should  have  a  sp.  gr.  of  1  006-1 -009  at  15°.  It  should  distil- 
completely  between  182°  and  198°,  and  should  dissolve  clearly  in  dilute 
hydrochloric  acid. 

The  following  table  shows  the  quantities  obtained  by  the  distillation  of  two 
samples  of  red  oil : — 


Specific  Gravity  at  15° 


Percentage  volume  distilling  over  up  to  189° 

191° 
193° 
195° 
197° 
198° 


Total, 


I. 

II. 

1-009. 

1  -008. 

27 

19 

39 

38 

17 

22 

7 

6 

5 

6 

2 

3 

97 

97 

Reinhardt's  method  fur  the  analysis  of  aniline  oils  (Chem.  Zeitung,  1893, 
413). — The  method  depends  on  the  fact  that : — 

1.  By  treatment  with  a  mixture  of  potassium  bromide  and  bromate  in 
dilute  acid  solution,  aniline  gives  tribromoaniline ;  0-  and  jo-toluidine  yield  di- 
substitution  products. 

2.  Under  certain  conditions^  if  oxalic  acid  be  added  to  the  hydrochloric  acid 
solution,  ^-toluidine  tirst,  then  aniline,  is  precipitated,  while  o-toluidine  remains 
in  solution. 

The  precipitated  oxalates  are  converted  into  the  corresponding  oils,  and 
the  relation  of  aniline  to  p-toluidine  determined  by  titration  with  the  bromine 
solution. 

/.  Determination  of  aniline,  0-  and  p-toluidine,  and  aniline  in  mixtures  ivith 
0-  or  p-toluidine  or  both  toluidines. — The  "  bromine  "  solution  is  prepared  by 
boiling  a  mixture  of  480  grams  of  bromine,  336  grams  potassium  hydrate 
(100  per  cent.),  and  1  litre  of  water  for  two  to  three  hours.  The  solution  is 
diluted  to  9  litres. 

For  standardising  this  solution,  as  well  as  for  analysis,  1  '5-2  grams  of  oil 
are  dissolved  in  100  c.c  of  hydrobromic  acid  of  sp.  gr.  1 '45-1 '48  (or  the 
corresponding  quantity  of  potassium  bromide  and  hydrochloric  acid)  and 
1 000  c.c.  of  distilled  water,  and  the  "  bromine "  solution  added  till  starch- 
iodide  paper  shows  a  blue  colour  (presence  of  bromine).  The  titre  of  the 
solution  is  obtained  with  pure  aniline. 

The  amount  of  aniline  in  technical  aniline  oil  is  given  by  the  formula 


2-3777vt-  l*377a  and  percentage  = 


a:- 100 


where  x  is  the  quantity  of  aniline  in  the  quantity  a  of  oil  taken,  v  the  c.c.  of 
bromine  solution  used,  and  t  the  aniline  titre  of  the  latter  (weight  of  aniline  in 
1  c.c).     a-  X  in  the  quantity  of  toluidine  in  the  oil. 

//.  Determination  of  p-toluidine  in  mixtures  with  aniline  or  o-toluidine  or  both 
bases. — In  order  to  obtain  exact   results  more   oxalic  acid  must  be  used  than 
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corresponds  to  the  p-toluidine  present  in  the  oil.  This  must,  therefore,  be 
roughly  determined  by  a  preliminary  experiment. 

If  100  grams  are  taken  for  analysis^  the  amount  of  p-toluidine  found  in  the 
preliminary  experiment  is  increased  by  10  grams  in  the  case  of  oils  containing 
little  aniline,  and  20  grams  when  more  aniline  is  present,  for  the  purpose  of 
calculating  the  amount  of  oxalic  acid  to  be  used. 

The  analysis  is  carried  out  in  the  following  manner  : — 100  grams  oil  are 
mixed  with  106  grams  of  hydrochloric  acid  (free  from  sulphuric)  of  31  per  cent. 
HCl  (or  a  corresponding  amovmt).  This  mixture  is  at  once  treated  with  the 
boiling  solution  of  oxalic  acid  in  ten  times  its  weight  of  distilled  water.  The 
solution  must  be  quite  clear  when  just  prepared.  It  is  now  allowed  to  cool 
and  left  for  forty-eight  hours,  when  the  oxalates  of  ;?5-toluidine  (C^HrtN.CoHgO^) 
and  aniline  have  crystallised  out,  and  are  tiltered,  washed  with  25  c.c.  of 
distilled  water  three  times,  and  decomposed  by  adding  to  a  hot  dilute  solution 
of  caustic  potash  (45  grams  KOH,  250  c.c.  distilled  water).  After  cooling,  the 
oil  is  separated  and  weighed.  It  is  then  dried  with  quicklime,  and  the  amount 
of  aniline  determined  as  above  by  titration  with  bromine  solution.  A  simple 
calculation  gives  the  amount  of  ^-toluidine  in  the  original  oil,  to  which  a 
correction  of  +2'00  must  be  added. 

A  modification  of  Keinhardt's  process  is  given  by  SchaposchnikofF  and 
Sachnowsky  (/.  Russ.  Ghem.  Soc,  1903,  xxxv.  72;  also  J.C.S.,  1903,  xxxiv.  395, 
and  Zeit.  Farb.  Text.  Ghem.,  1903,  7),  which  depends  on  the  bromination  of  the 
two  amines  (aniline  and  toluidine)  by  potassium  bromate  in  hydrobromic  acid 
solution.  The  potassium  bromate  used  is  the  recrystallised  commercial  product, 
of  which  an  8  per  cent,  solution  is  prepared,  the  strength  being  determined  by 
mixing  25  c.c.  with  5  grams  of  potassium  iodide  and  3  c.c.  of  25  per  cent, 
hydrobromic  acid  solution,  and  estimating,  by  titration  with  standard  thio- 
sulphate,  the  iodine  set  free  according  to  the  equation  KBr03  + 6HBr-|- 6KI  = 
3I2  +  7KBr  +  3H^O.  1  gram  of  iodine  corresponds  with  0'22083  gram  of 
potassium  bromate,  that  is,  with  0'12231  gram  of  aniline,  or  0'14061  gram  of 
toluidine. 

About  1  gram  of  the  aniline  oil  is  dissolved  in  about  60  grams  of  25  per  cent, 
hydrobromic  acid  solution,  and  the  bromate  solution  run  in  until  the  clear 
liquid  above  the  bromide  precipitate  assumes  a  yellow  coloration.  Then,  if  a 
is  the  weight  of  oil  taken,  n  the  number  of  c.c.  of  bromate  solution  employed, 
t^  and  tt  the  amounts  of  aniline  and  toluidine  respectively  corresponding  with 
1  c.c.  of  the  bromate  solution,  the  percentage  of   aniline  in    the   oil    is   given 

by  m;^^:^  ,  and  that  of  the  toluidine  by  ^Q^^-f-^  • 


Diinethylaniline. 
B.P.  192°;  sp.  gr.  0-9553  at  15°. 

The  commercial  product  is  usually  nearly  pure.  The  chief  impurity  is 
mowomethylaniline. 

This  is  estimated  by  mixing  5  c.c.  of  the  oil  with  5  c.c.  of  acetic  anhydride 
and  observing  the  rise  of  temperature  ;  each  degree  rise  indicates  about  \  per  cent, 
of  moTiomethylaniline. 

The  oil  should  have  the  correct  specific  gravity,  and  distil  between  190° 
and   192°. 
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The  following  table  shows  the  behaviour  of  two  samples  on  distillation  :— 


Specific  Gravity  at  15°. 


Percentage  volume  distilling  over  at  190-191° 

"  ''  193° 

;;  194° 

195° 


Total,     . 


I. 

II. 

0-9690. 

0-9618. 

10 

13 

78 

76 

6 

5 

] 

1 

1 

96 

95 

The  presence  of  aniline  in  the  oil  is  detected  by  adding  a  drop  or  two  of 
concentrated  sulphuric  acid  to  the  ethereal  solution.  If  aniline  be  present,  a 
precipitate  of  aniline  sulphate  will  be  formed. 

Diethylaniline. 

B.R  213-5° ;  sp.  gr.  0-939  at  18°. 

The  amount  of  monoethylaniline  is  estimated  as  under  dimethylaniline  by 
mixing  with  acetic  anhydride. 

The  oil  should  distil  to  the  extent  of  90  per  cent,  between  212°  and  214°. 

Naphfhylamine. 

I.  a-7i.aphthylamine,  M.P.  50°. — The  commercial  product  should  have  nearly 
the  right  melting-point,  and  should  give  a  clear  solution  with  warm  dilute 
hydrochloric  acid. 

II.  fi-naphthi/lamine,  M.P.  112°,  should  not  smell  of  a-naphthylamine,  should 
have  nearly  the  correct  melting-point,  and  should  dissolve  nearly  completely  in 
dilute  hydrochloric  acid. 

Other  derivatives  which  come  on  the  market  are  Naphthylamine  S,  which 
is  a-naphthylamine  sulphate  ;  Developer  B,  ethyl-^-naphthylamine. 


Nitranilmes. 

The  nitranilines  which  are  used  technically  are  the  meta,  M.P.  115°,  and  para, 
M.P.  147°. 

They  are  tested  with  half-normal  nitrite  solution. 

For  the  analysis,  1-38  grams  are  weighed  out  and  dissolved  in  water  with 
addition  of  7  c.c.  concentrated  hydrochloric  acid. 

Detection  of  m-nitrayiiline  in  p-nitraniline  (Liebmann,  J.S.C.L,  xvi.  294). — 
0-25  gram  of  p-nitraniline  is  heated  with  hydrochloric  acid  and  zinc  dust 
in  a  flask  fitted  with  a  bunsen  valve  till  the  solution  is  colourless.  The 
mixture  is  filtered  and  diluted  to  250  c.c.  If  10  c.c.  of  this  solution  is  diluted 
to  50  c.c,  and  one  to  two  drops  of  a  dilute  solution  of  sodium  nitrite  added, 
a  pale-yellow  coloration  is  produced.  If,  however,  the  substance  contained 
m-nitraniline,  the  solution  becomes  brown,  due  to  the  formation  of  Bismarck 
brown. 
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^-Nitraniline  also  comes  on  the  market  in  the  form  of  its  diazo-compound  for 
the  production  of  "para "-reds. 

Azophor  red  PN  is  a  mixture  of  the  diazo-sulphate  with  aluminium 
sulphate. 

Nitrazol  is  a  mixture  of  the  diazo-sulphate  with  sodium  bisulphate. 

Snlphanilic  Acid. 

The  commercial  product  sometimes  contains  a  little  aniline. 

It  is  dissolved  in  water  with  addition  of  caustic  soda ;  the  alkaline  solution 
boiled  for  some  time  to  drive  off  the  aniline,  and,  after  cooling  and  acidifying, 
titrated  with  half-normal  nitrite. 

XyUdi7ie. 
Commercial  xylidine  is  a  mixture  of  five  isomers,  viz.  :- — 


m-xylidine      .  .         .         .     j       u--  about  40  per  cent. 

CH, 


p-xylidine       .         .  .         .     f     l^^^  „      30 


and  small  quantities  of 


CH, 


CH, 


2-amino-m-xylene  .         .         .1       iNHj 

'OH, 


CH3 

3-amino-o-xylene    .         .  ,/^,CH.i 

CH, 

and  4-ammo-o-xylene 


NH2 

The  oil  should  boil  between  210°  and  220°  and  have  a  sp.  gr.  of  0-9815-0-9840. 
It  should  give  a  clear  solution  with  dilute  hydrochloric  acid. 

The  meta-compound  is  separated  by  adding  glacial  acetic'  acid,  and  the  para-, 
as  hydrochloride,  by  adding  hydrochloric  acid  to  the  filtrate  from  the  7?i-xylidine 
acetate. 

(E.P.  ll,8228«j  D.P.  39,9478"'.  Hodgkinson  and  Limpach,  J.C.S.,  1200, 
Ixxvii.  65.) 

u-Toluidine. 
B.P.  197°;  sp.  gr.  1-0037  at  15°. 

The  presence  of  aniline  is  detected  by  the  production  of  a  violet  colour  on 
shaking  the  ethereal  solution  with  a  solution  of  bleaching-powder. 

For  the  estimation  of  |)-toluidine  in  commercial  "fluid  toluidine,"  the  method 
of  Merz  and  Weith  {Ber.,  ii.  433)  is  used: — 10  c.c.  of  the  oil,  which  has  been 
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dried  over  solid  caustic  potash,  is  heated  with  10  c.c.  of  acetic  anhydride  for 
two  hours  at  140°,  the  product  is  mixed  with  30  c.c.  of  acetic  acid  and  poured 
into  800  c.c.  of  cold  water.  After  standing  for  two  days  the  separated  jjara- 
acettoluide  is  filtered  off,  washed  with  dilute  acetic  acid  (10  per  cent.),  dried,  and 
weighed.  From  this  weight  the  percentage  of  p-toluidine  is  calculated  (100 
acetyl  compound  =  71*8  /'-toluidine). 

When  small  quantities  of  ^^toluidine  are  present  (under  10  per  cent.)  the 
following  colorimetric  method  of  Schoen  is  used  : — A  standard  oil  is  prepared 
containing  8  per  cent,  of  ^-toluidine  and  92  per  cent,  of  o-toluidine  ;  1  c.c.  of 
which  is  dissolved  with  2  c.c.  of  pure  hydrochloric  acid  in  50  c.c.  of  water,  and 
oxidised  cold  by  adding  1  c.c.  of  a  saturated  solution  of  potassium  bichromate. 
After  standing  for  two  hours  the  product  is  filtered,  the  precipitate  being 
washed  with  water,  and  the  filtrate  and  washings  made  up  to  100  c.c.  The 
toluidine  to  be  tested  is  treated  in  the  same  manner,  and  compared  colorimetrically 
with  the  above  solution. 

Commercial  "  pure  or^^otoluidine "  should  give  under  1  per  cent,  of 
;;-toluidine  when  tested  as  above.  "  Fluid  toluidine  "  should  boil  within  two 
degrees,  and  have  a  sp.  gr.  of  0'9995  to  1*0005.  It  should  give  a  clear 
solution  with  hydrochloric  acid. 

m-Phenylenediamine. 
M.P.  63°;  B.P.  287°. 

The  commercial  product  comes  on  the  market  either  as  the  free  base  or  the 
crystalHne  hydrochloride,  C6H4(NHo)o.2HCl. 

It  is  analysed  by  titration  with  a  decinormal  solution  of  diazobenzene  (or 
xylene)  chloride. 

The  diazo-solution  is  prepared  as  follows  : — 

9 "3  grams  of  pure  aniline  (or  12"1  grams  of  xylidine)  are  washed  into  a 
beaker  and  dissolved  by  the  addition  of  30  c.c.  concentrated  hydrochloric  acid. 
A  handful  of  chopped  ice  is  thrown  in  and  water  added  till  the  volume  is  about 
500-600  c.c.  100  c.c.  of  normal  nitrite  solution  (6 "9  grams  NaNOg)  are  now 
slowly  added,  and  towards  the  end  the  solution  is  carefully  tested  with  starch- 
iodide  paper.  When  the  aniline  is  completely  diazotised  only  a  very  faint  blue 
colour  should  be  obtained  on  the  paper.  The  cold  solution  is  now  transferred 
to  a  litre  flask  and  made  up  to  the  mark  with  ice-water.  The  flask  is  kept  in  a 
basin  and  packed  in  lee.     The  diazo-solution  should  not  be  above  2°. 

In  using  diazo-solutions  in  a  burette,  analyses  should  either  be  rapidly 
carried  out,  or  the  burette  jacketed  and  the  intervening  space  filled  with  ice- 
water. 

For  the  analysis,  5*4  grams  of  the  sample  are  weighed  out,  dissolved  in 
water,  and  made  up  to  1  litre.  100  c.c.  are  withdrawn,  transferred  to  a 
beaker,  sodium  acetate  solution  added,  and  the  solution  titrated  with  the 
diazo-solution. 

As  soon  as  the  diazo-solution  is  added,  the  formation  of  the  azo-colour 
(Chrysoidine)  will  be  noticed,  and  a  little  salt  is  added  to  cause  the  colour  to  be 
entirely  precipitated.  The  mixture  is  frequently  spotted  on  paper;  the  dye 
should  remain  in  the  centre,  leaving  a  colourless  rim.  The  progress  of  the 
analysis  is  seen  by  the  behaviour  of  the  rim  when  a  drop  of  diazo-solution  is 
brought  in  contact  with  it.  If  an  orange  streak  is  noticed  at  the  junction  of 
the  rim  with  the  diazo-solution,  the  phenylenediamine  is  not  all  combined,  and 
more  diazo-solution  is  run  into  the  beaker.  This  test  is  continually  repeated, 
the  streak  becomes  fainter  gradually,  and  when  no  colour  is  seen  the  titration 
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is  finished.  Care  must  be  taken  not  to  add  too  much  diazo-solution ;  this  is 
shown  by  testing  the  rim  with  phenylenediamine  solution,  when  the  orange  colour 
will  appear.  If  a  reaction  is  obtained  with  both  diazo-solution  and  phenylene- 
diamine solution,  more  sodium  acetate  must  be  added  to  the  beaker. 

The  number  of  c.c.  of  diazo-solution  used  multiplied  by  2  =  the  percentage  of 
m-phenylenediamine  in  the  sample. 

?n-Toluylenediamine,  M.P.  99°,  is  tested  in  exactly  the  same  way.  6'1  grams 
are  weighed  out. 

Roth  these  diamines  are  used  as  developers. 

Nerogen  D  is  chloro-m-phenylenediamine,  C^H3(NHo)<,Cl  =  1:3:5.  F.P. 
286,888^9. 

Benzidine,  Tolidine,  Dianisidine. 
M.P.'s  122°,  128°,  137°  respectively. 

These  bases  come  on  the  market  almost  chemically  pure.  They  are  tested 
by  titration  with  half-normal  sodium  nitrite. 

This  solution  is  prepared  by  dissolving  36  grams  of  sodium  nitrite  in  water 
and  making  the  solution  up  to  1  litre.  The  solution  is  standardised  by  potassium 
permanganate  (see  p.  268). 

For  the  analysis,  1'84  grams  of  benzidine,  2*12  grams  of  tolidine,  or  2 "44 
grams  of  dianisidine  are  weighed  out  and  dissolved  in  hot  water  with  addition 
of  7  c.c.  concentrated  hydrochloric  acid.  The  clear  solution  is  cooled  with  ice  to 
5-10°,  and  the  nitrite  solution  added  till  a  reaction  is  obtained  with  starch-iodide 
paper,  which  remaius  five  minutes. 

The  number  of  c.c.'s  of  nitrite  solution  used  multiplied  by  2*5  =  the  percentage 
of  base  present. 

Dianisidine  also  comes  on  the  market  in  the  form  of  its  tetrazo-com pound  as 
Azophor  blue  D,  which  is  the  tetrazo-sulphate  mixed  with  aluminium  sulphate. 

Developer  NB  is  nitrobenzidine. 

Phenol. 
M.P.  42°;  B.P.  181-5°. 

The  commercial  product  should  melt  at  about  30°,  and  dissolve  completely 
in  dilute  caustic  soda. 

Edimation  of  phenol  (Messinger  and  Vortmann,  Ber.,  1890,  xxiii. 
2753). — The  method  depends  on  the  fact  that  phenol  absorbs  3  atoms  of 
iodine,  i.e.  1  molecule  of  phenol  requires  3  molecules  of  iodine.  2-3  grams 
of  phenol  are  dissolved  in  caustic  soda ;  at  least  3  molecules  of  alkali  to  1 
of  phenol  must  be  taken.  The  solution  is  diluted  to  250  or  500  c.c. ;  5  or  10  c.c. 
measured  into  a  small  flask,  and  warmed  to  about  60°.  One-tenth- normal  iodine 
solution  is  now  added  till  the  liquid  is  coloured  yellow,  and  the  flask  shaken, 
when  a  reddish-coloured  precipitate  is  formed.  The  flask  is  cooled,  the  con- 
tents acidified  with  dilute  sulphuric  acid,  and  diluted  to  250  or  500  c.c.  Of  this, 
100  c.c.  are  filtered  and  the  excess  of  iodine  titrated  with  one- tenth-normal 
sodium  thiosulphate  (using  a  few  drops  of  starch  solution  as  indicator). 

The   amount   of    iodine   absorbed    by   tlie    phenol    multiplied    by 

or  0"1 23568  gives  the  amount  of  phenol. 

See  also  Riegler,  J.C.S.,  1900,  Ixxviii.  112,  and  Schryver,  J.S.C.I.,  1899, 
xviii.  553. 


ORGANIC    PRODUCTS.  279 

Resorcinol. 
M.P.  118°. 

The  commercial  product  should  be  light  in  colour,  and  shovild  not  become 
brown  on  exposure  to  air.  It  should  have  the  right  melting-point,  and  give  a 
clear  solution  with  water.     Water  is  estimated  by  drying  over  sulphuric  acid. 

Benzaldehyde. 
B.P.  180°;  sp.  gr.  1-0504. 

The  technical  product  must  be  colourless,  have  a  sp.  gr.  of  1  052-1 'OSS, 
and  distil  completely  between  176°  and  180°  in  a  stream  of  hydrogen  (to  prevent 
part  oxidising  to  benzoic  acid). 

It  must  give  a  clear  mixture  with  concentrated  sulphuric  acid,  and  dissolve  in 
ammonium  bisulphate  without  leaving  any  oily  residue.  To  estimate  the 
presence  of  benzoic  acid,  50  c.c.  of  the  sample  are  shaken  with  10  c.c.  normal 
caustic  soda  and  water,  using  phenolphthalein  as  indicator,  and  the  excess  of 
caustic  soda  is  titrated  back  with  normal  acid.  1  c.c.  normal  NaOH  =  0"122 
gram  OgHg.COOH. 

Benzoic  Acid. 
M.P.  120°. 

The  technical  product  should  be  colourless  and  volatilise  without  residue. 
It  should  have  the  right  melting-point,  and  give  a  clear  solution  with  dilute 
ammonia,  benzene,  and  ether. 

The  strength  is  tested  by  titration  with  normal  caustic  soda,  using  litmus  as 
indicator.  On  account  of  the  slight  solubility  in  water,  it  is  best  to  add  an 
excess  of  caustic  soda  and  titrate  back  with  one-tenth-normal  acid. 

Salicylic  Acid. 

M.P.  156°. 

The  technical  product  must  be  white  and  not  smell  of  phenol. 
The  strength  is  estimated  by  titration  with  normal  caustic  soda  in  the  same 
manner  as  in  the  case  of  benzoic  acid.     The  end  point  is  reached  when  the  salt 

/OH 
\COONa 

is  formed.     The  disodium  salt  has  an  alkaline  reaction. 


Phthalic  Anhydride. 

M.P.  128°. 

The  technical  product  should  form  colourless  needles,  and  have  the  right 
melting-point.  It  should  be  soluble  in  benzene  and  volatilise  without  leaving  a 
residue. 
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llie  naphthols. 

a-NaphtJiol,  M.P.  94°. — The  technical  product  forms  white  crystalline  lumps. 
The  chief  impurity  is  /3-naphthol  (see  below). 

P'Naphfhol,  M.P.  123°. — The  commercial  product  should  have  nearly  the 
right  melting-point  and  dissolve  almost  completely  in  dilute  caustic  soda. 

Detection  of  a-naphtJwl  in  fi-naphthol.  Method  of  Leger  {Bull.  Soc.  Chim., 
xvii.  546). — A  cold  saturated  solution  of  naphthol  is  prepared  by  grinding 
with  water  in  a  mortar  and,  after  standing  some  time,  filtering.  On  the  other 
hand,  a  solution  of  sodium  hypobromite  is  prepared  by  dissolving  5  c.c.  of  bromine 
in  a  solution  of  12  grams  of  caustic  soda  in  130  c.c.  of  water.  10  c.c.  of  the 
naphthol  solution  are  treated  with  a  few  drops  of  the  hypobromite  solution, 
a-naphthol  gives  a  dirty  violet  precipitate,  while  /3-naphthol  gives  a  yellow 
colour.  In  this  way  1  per  cent,  of  a-naphthol  in  ^-naphthol  may  be  detected. 
The  solutions  must  be  freshly  prepared.  Liebmann  {J.S.C.I.,  1897,  xvi.  294) 
proceeds  as  follows  : — 0'144  gram  of  the  yS-naphthol  is  dissolved  in  5  c.c.  of 
absolute  alcohol  contained  in  a  graduated  test-tube,  and  the  solution  made  up 
to  15  c.c.  with  pure  toluene;  0'14  gram  of  paranitraniline  dissolved  in  9  c.c. 
of  dilute  hydrochloric  acid  is  then  cooled  and  diazotised  with  1  c.c.  of  normal 
sodium  nitrite,  and  1  c.c.  of  the  diazo-solution  added  to  the  tube  containing 
the  /:}-naphthol.  Water  is  then  added,  the  toluene  solution  separated  and  shaken 
with  5  c.c.  of  normal  caustic  soda,  and  the  colour  of  the  alkaline  solution  com- 
pared with  that  of  the  alkaline  solution  obtained  in  exactly  the  same  way  from 
^-naphthol  containing  a  known  quantity  of  a-naphthol.  The  test  is  based  on  the 
fact  that  the  hydroxyazo-derivative  obtained  from  a-naphthol  and  paranitraniline 
is  soluble  in  alkalies,  whereas  the  corresponding  ^-naphthol  derivative  is  insoluble, 
^-naphthol  can  readily  be  freed  from  a-naphthol  by  crystallising  it  from  toluene, 
washing  the  crystals  first  with  a  mixture  of  toluene  and  light  petroleum,  then 
with  the  latter  alone,  steaming  and  crystallising  the  steamed  product  several 
times  from  boiling  water. 

Naphthol  Sulphonic  Acids. 

Certain  of  these  acids  {e.g.  Neville  and  Winther  acid,  Schaffer  salt,  R  salt, 
F  acid)  may  be  titrated  with  standard  diazobenzene  solution  in  alkaline  solution 
(sodium  carbonate)  (see  p.  277) ;  but  a  more  accurate  method  is  that  due  to 
Vaubel  {Chem.  Zeit,  1893,  1265,  1897),  which  depends  on  the  fact  that  these 
acids  absorb  one  atom  of  bromine. 

The  analysis  is  carried  out  by  titrating  an  acidified  solution  of  the  acid,  to 
which  potassium  bromide  has  been  added,  with  a  solution  of  potassium  bromate 
of  known  strength,  when  bromine  is  liberated  according  to  the  equation 

5KBr  +  KBr03  +  6H2S04  =  SBr,^  +  6KHSO4  +  SHgO 

The  bromine  is  absorbed  rapidly  by  the  naphthol  sulphonic  acid,  and  the  end 
of  the  reaction  is  shown  by  starch-iodide  paper  becoming  blue.  The  experiment 
is  carried  out  at  30-40°. 

The  potassium  bromate  solution  is  made  by  dissolving  pure  recry stall ised 
potassium  bromate  (11  "14  grams)  in  water  and  making  up  to  1  litre.  1  c.c.  of  this 
solution  =  0-0696  gram  R  salt  (mol.  348)  or  0'0492  gram  Schaffer,  F,  or  Neville 
and  Winther  acid  (mol.  246). 

For  analysis,  ^^^  molecule  of  the  naphthol  sulphonic  acid  is  weighed  out, 
dissolved  in  water,  acidified  with  a  few  c.c.  of  dilute  sulphuric  acid,  and,  after 
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adding  a  few  crystals  of  potassium  bromide,  titrated  with  the  solution  of  bromate 
at  40",  using  starch-iodide  paper  as  indicator. 

The  number  of  c.c.  of  bromate  solution  used  multiplied  by  2  gives  the 
percentage. 

Amidonaphthol  sulphonic  acids  are  titrated  with  standard  diazo-benzene 
solution  in  presence  of  sodium  carbonate. 

Naphthylamine  Sulphonic  Acids. 

These  are  tested  by  titration  with  half-normal  nitrite.  -^^-^  molecule  of  the 
acid  is  weighed  out  (e.g.  2'45  grams  of  sodium  naphthionate),  dissolved  in  water 
(400-500  c.c),  acidified  with  sulphuric  acid,  and  nitrite  solution  run  in  till  a 
reaction  is  obtained,  after  standing  for  five  minutes,  with  starch  iodide-paper. 
The  number  of  c.c.  of  nitrite  solution  used,  multiplied  by  5,  gives  the  percentage. 

Anthracene. 
M.P.  216-5°. 

The  valuation  of  commercial  anthracene  is  carried  out  as  follows : — 1  gram  of 
the  sample  is  heated  with  45  grams  of  glacial  acetic  acid  in  a  flask  of  500-c.c. 
capacity  on  a  sand-bath.  The  flask  is  fitted  with  a  reflux  condenser  about  75  cm. 
long,  the  top  of  which  holds,  by  means  of  two  rubber  rings,  a  test-tube  of  about 
50-c.c.  capacity.  A  solution  of  15  grams  of  crystallised  chromic  acid  in  10  c.c.  of 
glacial  acetic  acid  and  10  c.c.  of  water  is  contained  in  the  test-tube,  and  as  soon 
as  the  contents  of  the  flask  are  boiling  the  chromic  acid  solution  is  siphoned  over 
from  the  test-tube  into  the  condenser  tube  by  means  of  a  small  capillary  siphon. 
This  is  chosen  of  such  a  size  that  the  chromic  acid  is  siphoned  over  in  about 
two  hours.     (This  is  tried  beforehand.) 

When  the  test-tube  is  empty,  the  flask  is  boiled  for  two  hours  longer,  and 
allowed  to  cool  till  the  following  day.  400  c.c.  of  water  are  then  added,  and  the 
whole  filtered.  The  residue  of  anthraquinone  is  washed,  first  with  cold  water, 
then  with  boiling  alkaline  water,  and  finally  with  boiling  water  alone,  until  no 
alkaline  reaction  is  obtained.  The  filter-paper  is  now  carefully  removed  from 
the  funnel,  opened  out  on  a  glass  plate,  and  the  contents  washed  into  a  small 
porcelain  dish  and  dried  at  100°. 

The  crude  anthraquinone  is  then  heated  to  100°  with  10  grams  of  slightly 
fuming  sulphuric  acid  for  ten  minutes,  left  till  next  day  in  a  damp  place,  and 
washed  into  a  dish  with  200  c.c.  of  cold  w^ater.  The  precipitated  anthraquinone 
is  filtered  off,  washed  with  alkaline  water,  and  finally  with  hot  water  alone ;  then 
washed  into  a  small  dish,  dried,  and  weighed.  The  dish  is  then  heated  on  a 
sand-bath  until  the  anthraquinone  has  volatilised,  and  is  again  weighed.  The 
last  weight  subtracted  from  the  first  gives  the  weight  of  the  anthraquinone, 
which,  multiplied  by  85*57,  gives  the  percentage  of  anthracene  in  the  sample 
(Luck,  Ber.,  vi.  1347;  see  also  Basset,  Chem.  News,  Ixxiii,  178,  Ixxix.  157). 

For  the  detection  of  Methylanthracene,  see  A.  G.  Perkin,  Jour.  Soc.  Dyers  and 
Colourists,  1897  ;  and  of  Paraffin,  Allen,  Gomm.  Org.  Analysis,  ii.  529. 

2^urkey-red  Oil  Analysis. 

Primary  test. — The  oil  must  react  slightly  alkaline  or  neutral ;  mixed  with 
water,  a  perfect  emulsion  must  be  obtained,  from  which  oil-drops  are  separated 
after  a  few  hours.  These  drops  must  be  completely  soluble  in  ammonia,  other- 
wise unsaponified  fat  is  present. 
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Water. — According  to  Stein,  10  grams  of  oil  are  melted  with  25  grams  dry 
paraffin  wax  in  about  75  c.c.  saturated  salt  solution.  The  cake  is  dried  and 
weighed.  The  increased  weight  of  wax  represents  oil  free  from  water ;  the 
difference  between  10  and  the  exact  amount  of  oil  used  is  water. 

Fat  (total). — 100  c.c.  of  oil  are  mixed  in  a  graduated  cylinder  with  20  c.c. 
hydrochloric  acid  (concentrated),  and  then  made  up  with  saturated  salt  solution 
to  500  c.c.  The  whole  is  shaken  frequently  and  slightly  heated.  On  cooling, 
the  fat  swims  on  the  salt  solution.  The  number  of  c.c.'s  shows  direct  the  total 
amount  of  fat.     (This  is  sufficiently  accurate  for  practical  purposes.) 


CHAPTER  XXXI. 

THE  APPLICATION  OF  THE  COLOURING  MATTERS. 

(1)  The  Behaviour  of  the  Principal  Fibres  towards  Reag-ents. 

Before  dealing  with  the  application  of  the  dyestufFs  to  the  fibres  on  the 
experimental  scale,  it  will  be  necessary  to  briefly  discuss  the  more  important 
properties  of  the  textile  fibres,  since  it  is  upon  the  nature  of  the  fibre  that  its 
behaviour  towards  the  colouring  matters  mainly  depends. 

The  textile  fibres  may  be  classed  under  the  following  heads  : — 

I.  Nitrogenous  fibres  are  of  animal  origin,  and  the  two   most   important 
members  are  wool  and  silk. 

They  are  characterised  by  being  readily  disintegrated  by  alkalies, 
by  which  the  non-nitrogenous  fibres  are  unattacked ;  but  are  more 
resistant  than  these  towards  acids. 
II.   Non-nitrogenous  fibres  are  of    vegetable    origin,  and    consist  of  cotton, 

flax,  hemp,  jute,  etc. 
The   reactions   of   these   two    important    groups   are    readily   seen    by    the 
following  table  : — 


Reagent. 

Nitrogenous  (Animal). 

N'on-nitrogenous  (Vegetable). 

Alkalies  (NaOH,  12°  Tw.),  . 
Acids  (H.3SO4  1:3),       . 
Ignition,        .... 

Strong  H.2SO4  and  iodine, 
Zinc  iodochloride,* 
:  Boiled  with  lead   oxide    and 
caustic  potash 

Dissolved. 

Undissolved. 

Burns  slowly,  gives  off  a  smell 
of  burnt  horn,  and  fuses  to  a 
small  bead  of  hard  porous 
carbon. 

Unaltered. 

Unaltered. 

Blackens  t 

Undissolved. 

Dissolved. 

Burns  rapidly,  gives  off  a 
smell  of  burnt  paper,  and 
leaves  behind  a  loose 
white  ash. 

Stained  blue. 

Stained  violet. 

Unaltered  in  colour. 

*  A  concentrated  aqueous  solution  of  zinc  chloride  is  added  to  a  solution  of  iodine  in 
potassium  iodide,  the  following  proportions  being  taken  :— 1  pt.  I,  5  pts.  KI,  30  pts.  ZnClo, 
14  pts.  H2O. 

t  Owing  to  the  formation  of  lead  sulphide,  due  to  the  presence  of  sulphur  in  the  animal 
fibre. 


(2)  Experimental  Dyeing-. 

The  valuation  of  the  individual  members  of  the  various  groups  of  the 
synthetic  dyestuffs  is  at  the  present  time,  with  few  exceptions,  merely  a  matter 
of  comparison  with  types,  a  comparison  which  is  usually  carried  out  either 

(1)  By  colorimetric  tests,  or 

(2)  By  comparative  dye- trials. 
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In  the  first  case  the  comparison  is  brought  about  by  dissolving  equal 
amounts  of  the  samples  under  exanaination  in  water,  and  comparing  the 
colour  of  the  solution  produced,  in  a  specially  devised  apparatus  known  as  the 
colorimeter. 

In  the  second,  equal  weights  of  some  fibre  are  dyed  in  solutions  containing 
known  quantities  of  the  samples  to  be  compared,  under  precisely  the  same 
conditions,  and  the  difference  in  the  resulting  shades  noted. 

This  second  process  is  by  far  the  most  generally  used,  since  it  enables  the 
.  dyer  to  ascertain  the  relative  purity  of  any  sample  which  he  may  wish  to 
examine,  and  is,  moreover,  the  only  really  reliable  one,  since  the  chemical 
analyses  of  dyestufFs,  except  in  a  few  cases  which  will  be  dealt  with  later,  cannot 
be  accurately  effected,  owing  to  the  many  substances  which  occur  in  them  as 
impurities,  accidental  or  otherwise. 

The  knowledge,  therefore,  of  tlie  methods  by  which  experimental  dyeings 
may  be  produced  on  the  fibre  is  essential,  not  only  to  the  works  chemist,  but 
also  to  the  research  chemist,  who  may  wish  by  its  means  to  ascertain  the  relative 
importance  of  any  colouring  matter  with  which  he  may  come  in  contact. 

Again,  the  value  of  a  dyestuflf  depends  to  a  very  considerable  extent  upon 
its  behaviour  towards  reagents,  both  in  the  free  state  and  upon  the  fibre.  In 
the  ensuing  pages  will  be  found  tests  by  which  their  behaviour  in  this  respect 
can  be  ascertained. 

Standard  solutions  of  dyestuffS.— In  order  to  facilitate  the  employ- 
ment of  the  small  quantities  of  the  colouring  matters  necessary  in  dye-trials,  it 
is  usual  to  prepare  a  standard  solution  of  them. 

The  strength  of  this  solution  is  naturally  determined  to  a  great  extent  by 
the  nature  of  the  dyestuft',  its  solubility  in  water,  and  its  colour  strength ;  but 
for  most  purposes  a  solution  containing  1  gram  in  a  litre  of  water  will  be  i'ouud 
most  convenient. 

The  dyestuff  should  first  be  dissolved  to  a  clear  solution  in  a  small  quantity 
of  boiling  water  contained  in  a  beaker,  and  then  filtered  (if  necessary)  into  a 
litre  flask  and  made  up  to  bulk.  It  is  advisable  to  use  distilled  water  in 
making  these"  solutions  (see  Solubility,  p.  296). 

The  dye-bath. — The  dye-bath  is  made  by  the  addition  of  the  requisite 
quantity  of  the  standard  solution  of  the  dyestuff  to  a  convenient  quantity  of 
water,  which  in  the  case  of  wool  should  be  forty  to  fifty  times  the  weight  of  the 
material,  and  in  the  case  of  cotton  twenty-five  times  the  weight  of  material  dyed. 
To  the  dye-bath  are  also  added  the  various  substances  (depending  upon  the 
nature  of  the  dyestuff)  which  are  required  to  enable  the  colouring  matter  to  affix 
itself  upon  the  fibre  under  the  most  suitable  conditions. 

The  most  frequently  used  of  these  should  be  kept  in  the  laboratory  in  the 
form  of  standard  solutions. 

They  are : — 

Neutral  sodium  sulphate  (Glauber's  salt), 

Acid  potassium  sulphate. 

Sodium  carbonate. 

Sulphuric  acid, 

Common  salt, 

Sodium  phosphate, 

Experimental  dyeing  can,  if  necessary,  be  carried  out  in  beakers;  but  these 
should  not  be  directly  heated,  but  placed  in  baths  containing  either  strong  salt 
or  calcium  chloride  solution. 
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The  experimental  dye-baths  which  are  found  in  most  technical  laboratories 
are,  however,  the  most  suitable.  They  consist  of  porcelain  beakers  with  lids, 
which  are  placed,  usually  in  sets  of  three,  in  a  copper  bath,  in  which  can  be 
boiled  either  a  solution  of  common  salt  or  any  other  substance  capable  of  giving 
the  required  temperature. 

Wool  dyoing". — For  the  purpose  of  the  dye-trial  5  grams  of  pure  wool  is 
usually  sufficient. 

The  wool  should  first  be  freed  from  greasy  impurity  by  boiling  in  a  bath 
containing  a  little  ammonia  for  one  to  one  and  a  half  hours ;  it  should  then  be 
dried  and  weighed  accurately. 

The  quantity  of  dye  solution  taken  should  depend  upon  the  nature  of  the 
dyestufF;  in  most  cases  a  quantity  representing  1  per  cent,  on  the  weight  of  the 
wool  is  the  most  convenient,  although  in  others,  when  the  colour  strength  of  the 
dyestuff  is  weaker,  2  per  cent,  or  even  3  per  cent,  is  advisable. 

In  any  case  the  quantitative  dyeing,  which  is  merely  relative,  should  be 
adapted  to  the  nature  of  the  substance  (where  this  is  unknown)  by  a  pre- 
liminary experiment. 

The  percentages  mentioned  are  calculated  on  the  weight  of  material  dyed. 

(1)  Acid  dyestuffs. — Prepare  the  bath  with  the  necessary  amount  of  dye, 
and  10  to  15  per  cent.^  potassium  hydrogen  sulphate,  or  10  per  cent,  neutral 
sodium  sulphate,   with   3  to  5  per  cent,  sulphuric  acid. 

In  some  cases  the  fibre  may  be  entered  directly  into  the  boiling  bath,  but  it 
is  usually  advisable  to  enter  in  the  cold  and  then  gradually  heat  to  boiling,  the 
fibre  being  kept  constantly  in  motion  by  means  of  a  glass  rod.  The  colour  will 
be  found  to  be  quickly  absorbed,  and  after  boiling  for  one  to  one  and  a  quarter 
hours  will  have  been  completely  absorbed  by  the  wool,  which  should  then  be  well 
washed  and  dried  on  the  hot  cylinder. 

Weak  acid  dyestuifs,  such  as  the  Eosines,  etc.,  can  be  dyed  in  a  bath  con- 
taining 5  per  cent,  acetic  acid,  and  the  Rhodamines,  although  from  their 
structure  basic  dyestuffs,  can  also  be  dyed  in  this  way. 

An  exception  to  this  method  is  Alkali  blue,  which  fixes  itself  upon  the  wool 
fibre  from  an  alkaline  bath  in  the  form  of  a  bluish-grey  compound,  which 
subsequently  yields  the  blue  on  treatment  with  acids.  The  following  method 
should  be  adopted  in  this  case : — 

Dye  in  a  boiling  bath  containing  the  dyestuff  and  2  to  5  per  cent,  borax  for 
one  hour,  then  wash  and  develop  in  a  bath  containing  2  to  5  per  cent,  sul- 
phuric acid  at  50° ;  wash  thoroughly  and  dry. 

(2)  Basic  dyestuffs. — Prepare  the  bath  with  the  requisite  quantity  of  dye- 
stuff  and  10  per  cent,  of  neutral  sodium  sulphate ;  enter  the  fibre  cold,  then 
heat  to  90°,  and  maintain  at  this  temperature  until  the  bath  is  extracted ; 
wash  and  dry. 

(3)  Substantive  cotton  dyes. — Dye  in  a  boiling  bath  containing  10  per  cent, 
neutral  sodium  sulphate  ;  wash  and  dry. 

Many  of  the  substantive  cotton  dyes  are  better  adapted  for  the  dyeing  of 
wool  than  of  cotton. 

(4)  Mordant  dyestuffs.  —  {a)  Mordanting  before  dyeing.  —  Mordant  the 
weighed  wool  by  treating  it  in  a  bath  containing  3  per  cent,  bichromate  of 
potash  and  2|  per  cent,  acid  potassium  tartrate  (tartar),  entering  at  60°  and 
gradually  raising  to  boiling,  then  keeping  it  at  this  temperature  for  one  hour  ; 
wash  and  dye  in  a  bath  containing  the  requisite  quantity  of  the  mordant  dye- 
stuff,  entering  cold  and  raising  the  temperature  very  slowly  to  the  boiling- 
point,  maintaining  it  at  this  temperature  for  one  hour ;  wash  and  dry. 

^  Percentages  refer  throughout  to  the  weight  of  fibre  taken. 
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(b)  Mordanting  after  dyeing. — Dje  as  an  acid  dyestuff,  and  subsequently 
treat  in  a  fresh  bath  containing  1|^  to  2  per  cent,  of  bichromate  of  potash,  together 
with  a  little  acetic  acid. 

This  method  only  applies  to  those  dyestufts — such  as  azo-compoiuids  con- 
taining salicylic  acid,  etc.,  as  components — which  are  acid  as  well  as  mordant 
dyestuffs. 

Silk  dyeing". — Purification  of  silk. — The  purification  of  silk  consists  in 
removing  the  sericine  and  colouring  matters  present  in  the  raw  material.  As, 
however,  these  mainly  reside  in  the  last  layer  surrounding  the  fibre,  all  that  is 
necessary  is  to  remove  this  by  the  process  known  as  scouring. 

This  process  entails  considerable  loss  in  the  weight  of  the  silk,  being  18  to  22 
per  cent,  in  the  case  of  Chinese  and  Japanese  silks,  and  as  much  as  25  to  30 
per  cent,  in  the  case  of  Eiiropean  silks. 

It  is  effected  by  boiling  the  raw  material  in  two  successive  baths  containing 
a  solution  of  soap,  usually  25  to  30  per  cent,  in  the  first  and  20  per  cent,  in  the 
second. 

The  process  in  the  first  bath  usually  requires  ten  to  fifteen  minutes,  and  in  the 
second  about  the  same  time,  the  temperature  being  maintained  throughout  at 
about  100°. 

When  finished,  the  fibre  should  exhibit  its  characteristic  lustre,  and  should 
remain  soft  to  the  touch  after  drying. 

Since  silk  loses  its  characteristic  "  handle  "  on  treatment  with  alkalies,  this 
must  be  restored  after  the  scouring  process,  by  passing  it  through  a  bath  con- 
taining 1  to  2  per  cent,  sulphuric  acid. 

The  soap  solution  containing  the  sericine,  which  can  be  used  several  times, 
is  subsequently  employed  in  the  dye-bath  as  "  boiled-off  liquor  "or  "  bast  soap." 

The  weight  of  the  silk  sample  should  be  taken  after  the  scouring  process 
and  subsequent  treatment  with  acid. 

(1)  Acid  dijestufs. — Dye  at  90°  in  a  "boiled-oflf  liquor"  bath  acidulated 
with  sulphuric  acid. 

I'repare  the  bath  by  adding  the  requisite  quantity  of  dye  solution,  using 
boiled-off  liquor  in  the  place  of  water,  then  add  sufficient  dilute  sulphuric  acid 
to  give  a  marked  acid  reaction,  enter  the  fibre  cold  and  then  gradually  raise  to 
the  above  temperature,  maintaining  at  this  for  three-quarters  to  one  hour. 
The  silk  must  be  thoroughly  worked  throughout  the  operation.  After  dyeing, 
pass  through  a  bath  containing  a  small  quantity  of  sulphuric  acid. 

(2)  Basic  dyestuffs. — Dye  in  the  same  way  in  a  boiled-off  liquor  bath  con- 
taining the  requisite  quantity  of  dye  solution  slightly  acidified  with  acetic  acid. 
The  temperature  should  be  raised  to  80°,  and  maintained  at  this  until  no  more 
dye  is  absorbed.     After  dyeing,  wash  and  pass  through  acidulated  water. 

(3)  Substantive  cotton  dyestuffs. — Enter  the  fibre  cold  and  then  dye,  boiling 
with  an  addition  of  15  per  cent,  neutral  sodium  sulphate  and  5  per  cent.  soap. 
After  dyeing,  pass  through  dilute  acid  ;  wash  and  dry. 

Cotton  dyeing.— 

I.  Substantive  Cotton  Dyestuffs. 

The  dyeing  of  cotton  with  these  dyestuffs  is  brought  about  by  heating  the 
weighed  material  in  a  slightly  alkaline  bath  containing  the  required  quantity  of 
dye  solution  (usually  3  per  coiit.),  together  with  a  quantity  of  sodium  chloride, 
depending  upon  the  quantity  of  the  colouring  matter  and  its  affinity  for  the 
fibre. 
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Thus  colouring  matters  which  do  not  exhaust  readily — that  is,  are  not 
extracted  readily  by  the  fibre  from  the  bath— require  a  proportionately  large 
amount  of  salt. 

Care  must  be  taken,  however,  not  to  add  too  much  salt,  otherwise  the 
dyestuff  may  be  precipitated  from  its  solution  and  cause  unevenness  in  the 
dyeing. 

A  typical  example  may  be  given  as  follows  : — Enter  the  cotton  into  a  bath 
containing  20  per  cent,  neutral  sodium  sulphate,  2  per  cent,  sodium  carbonate, 
and  30  per  cent,  sodium  chloride  at  60°,  then  heat  gradually  to  boiling,  and 
maintain  at  this  temperature  until  no  further  absorption  takes  place  (usually 
one  to  one  and  a  half  hours). 

All  dyeings  on  cotton  with  the  substantive  cotton  dyes  are  more  or  less 
fugitive.     Their  fastness  may  be  increased  by  the  following  processes : — 

(1)  Diazotising  and  developing. 

(2)  After-treatment  with  copper  sulphate. 

(3)  After-treatment  with  bichromate  of  potash  and  copper  sulphate. 

(1)  Diazotising  and  developing. — This  method  applies  only  to  those  sub- 
stantive cotton  dyes  that  contain  a  diazotisable  amido-group  ;  it  is  carried  out 
as  follows : — 

The  dyed  material  is  passed  through  a  bath  containing 

1  gram  sodium  nitrite  (previously  dissolved  in  water),  )  ^^^^        ^^  ^  ^ 
2 J  c.c.  sulphuric  acid,  16b    iw.  ^^sp.  gr.  I'b4),  j  ^ 

in  which  it  should  be  worked  for  fifteen  minutes,  then  rinsed  and  immediately 
entered  into  a  cold  solution  of  the  developer. 

The  following  developing  baths  can  be  used  according  to  the  sliade  desired  : — 

5  grams  y3-naphthol, 

5     ,,        caustic  soda,  76°  Tw.  (sp.  gr.  1"38), 

1  litre  of  water  ; 

5  grams  resorcinol, 
10     „        caustic  soda,  76°  Tw.  (sp  gr.  1'38), 
1  litre  of  water ; 

and  5  grams  toluylenediamine  hydrochloride, 

10    „         crystalline  sodium  carbonate, 
1  litre  of  water, 

the  diazotised  material  being  worked  in  the  bath  for  about  fifteen  minutes,  then 
washed  and  dried. 

(2)  After-treatment  with  copper  sulphate. — Many  substantive  cotton 
dyes  are  rendered  faster  if  their  dyeings  are  subsequently  treated  with  a  solu- 
tion of  copper  sulphate,  although  in  many  cases  the  shades  are  considerably 
deteriorated  thereby. 

The  process  consists  in  passing  the  dyed  material  through  a  bath  heated  to 
100°  containing  3  per  cent,  sulphate  of  copper  solution. 
The  treatment  should  last  half  an  hour. 
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(3)  After-treatment  with  bichromate  of  potash  and  copper  sulphate. — 

The  addition  of  bichromate  of  potash  in  some  cases  yields  better  results  than 
sulphate  of  copper  alone.     The  following  bath  may  be  used  : — 

•5-1  per  cent,  bichromate,  j 

1  •.'i-3        „  copper  sulphate,  V  on  the  weight  of  material. 

•5-1        „  acetic  acid,  30  per  cent.,  I 

The  after-treatment  can  also  be  applied  to  diazotised  and  developed  dyeings. 

II.  Dyes  Developed  Directly  on  the  Cotton  Fibre. 

To  this  class  belong  certain  insoluble  azo-compounds  which  are  produced  by 
immersing  the  fibre  impregnated  with  a  second  component  in  a  bath  containing 
a  solution  of  the  diazo-salt  of  the  first  component. 

A  typical  example  is  ^-Nitraniline  red,  which  is  produced  by  combining 
/ii-naphthol  (on  the  fibre)  with  diazo-^-nitraniline  chloride. 

Treating  with  fS-naphthol. — The  cotton  is  passed  through  the  following  solu- 
tion (for  10  grams  of  cotton) : — 

j     10  grams  ^-naphthol, 

<.     10      „       caustic  soda  solution,  77°  Tw.  (sp.  gr.  r385), 
(  100  c.c.  boiling  water, 
25  grams  Turkey-red  oil, 
100  c.c.  boiling  water, 

mixed  together  and  diluted  to  1  litre. 

It  should  be  thoroughly  worked  for  from  five  to  ten  minutes  in  the  luke- 
warm liquid  (40"),  then  wrung  out  and  dried  in  the  drying  cupboard  by  means 
of  hot  air.  When  thoroughly  dry,  the  fibre  should  be  developed  without  loss  of 
time,  since  it  rapidly  becomes  brown  on  exposure. 

Developing. —  \ 

Solution  A. 

15  grams  p-nitraniline  are  mixed  with 
\       36  c.c.      boiling  distilled  water,  and  dissolved  with 
32  c.c.      hydrochloric  acid,  32"  Tw.  (sp.  gr.  1-16). 

Tliis  acid  solution  is  run  in  a  thin  stream  with  constant  stirring  into 
225  c.c.      of  water,  which  should  be  cooled  by  means  of  lumps  of  ice. 

The  ^-nitraniline  hydrochloride  separates  out  in  the  form  of  fine 

yellow  crystals. 
After  the  solution  has  cooled  to  not  more  than  12°, 
8  grams  of  nitrite  of  soda  dissolved  in 
24  c.c.       of  cold  water  are  poured  in,  and  after  remaining  ten  minutes  the  whole 
diluted  to 
400  c.c.       with  cold  water. 

Solution  B. 

8  c.c.       caustic  soda  solution,  77°  Tw.  (sp.  gr.  1^385),  are  diluted  with  cold 
water  to 
7G    ,,         and  mixed  with  a  solution  of 
20  grams  acetate  of  soda  in 
76  c.c.       of  cold  water. 


I 


THE    APPLICATION   OF   THE   COLOURING    MATTERS.  289 

The  developing  bath  is  made  by  mixing  7  parts  of  solution  A  with  3  parts 
of  solution  B,  the  solution  being  kept  cold  by  means  of  ice. 

The  dye  is  formed  by  passing  the  prepared  cotton,  which  should  be  quite 
dry,  through  the  developing  solution,  in  which  it  should  be  worked  for  about 
one  minute,  then  wrung  out  and  again  woi'ked  for  one  minute,  after  which  it 
should  be  thoroughly  rinsed,  and  finally  washed  in  a  boiling  soap  solution. 


III.  Basic  Colouring  Matters  on  Cotton. 

The  property  possessed  by  the  basic  colouring  matters  of  forming  insoluble 
lakes  with  tannic  acid  is  taken  advantage  of  in  dyeing  them  on  the  cotton 
fibre. 

The  process  consists  in  first  treating  the  fibre  with  tannic  acid,  upon  which 
it  is  fixed  by  means  of  tartar  emetic,  and  then  steeping  the  cotton  thus  mordanted 
in  a  solution  of  the  basic  dyestuff. 

Mordanting :  Tannic  acid  solution. — The  cotton  is  worked  in  a  bath  con- 
taining 2|  to  5  per  cent,  of  tannic  acid  (on  the  weight  of  material)  at  a  tempera- 
ture of  50°  for  about  fifteen  minutes,  after  which  it  is  allowed  to  remain  in  the 
bath  for  six  hours. 

Without  rinsing,  it  is  then  worked  for  one-quarter  of  an  hour  in  a  cold  bath 
containing  2^  per  cent,  tartar  emetic  or  1^  per  cent,  fluoride  of  antimony,  after 
which  it  should  be  thoroughly  washed  and  wrung  out. 

In  each  case  the  quantity  of  solution  should  be  adapted  to  the  quantity  of 
fibre;  for  10  grams  500  c.c.  will  be  found  a  convenient  amount. 

Dyeing. — Enter  the  mordanted  fibre  into  a  cold  solution  of  the  requisite 
quantity  of  dyestuff",  and  work  whilst  slowly  raising  the  temperature  to  70° ; 
keep  at  this  temperature  until  all  colouring  matter  has  been  absorbed. 

The  fastness  of  the  colour  can  be  increased  by  subsequently  passing  the 
dyed  material  through  the  tannic  acid  solution. 

Certain  basic  dyestuffs — for  example,  the  Rhodamines — give  only  poor  shades 
of  colour  on  tannin  mordant.  The  brilliant  pink  colour  of  these  dyestuffs  can, 
however,  be  produced  on  cotton  by  using  a  mixed  mordant  of  Turkey-red  oil  and 
alamin|8^  acetate  in  the  following  way : — 

Mordanting. — Work  the  fibre  for  fifteen  minutes  in  a  solution  containing 
1  part  of  Turkey-red  oil  and  9  parts  of  water,  wring  out  and  dry  in  hot-air 
cupboard  ;  then  pass  several  times  through  a  solution  of  acetate  of  alumina, 
10°  T\v.,  wring  out  and  dry.  Both  operations  should  then  be  again  repeated 
in  the  same  manner. 

Dyeing.  —As  above. 


IV.  Acid  Colouring  Matters  on  Cotton. 

The  acid  colouring  matters  (except  the  substantive  cotton  dyes)  are 
not  well  adapted  for  the  dyeing  of  cotton.  A  fugitive  colour  can,  however, 
be  produced  by  dyeing  in  a  concentrated  bath  containing  alum  or  stannic 
chloride. 

The  Eosines,  etc.,  can  be  dyed  upon  cotton  from  a  bath  containing  a  large 
quantity  of  common  salt. 

19 
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v.  The  Sulphur  Dyestuffs  on  Cotton. 

The  cotton  fibre  is  dyed  with  these  dyestufts  from  a  bath  containing  them 
dissolved  in  a  solution  of  sodium  sulphide. 

The  bath  is  prepared  by  boiling  a  solution  containing  the  requisite  quantity 
of  solid  dyestuft',  2  to  3  per  cent,  sodium  carbonate,  5  to  10  per  cent,  crystallised 
sodium  sulphide,  and  10  per  cent,  sodium  chloride  or  Glauber's  salt.  The  fibre  is 
entered  into  the  boiling  bath  and  worked  until  finished. 

It  is  essential  tliat,  after  dyeing,  the  cotton  should  be  thoroughly  washed 
before  drying. 

The  fastness  of  the  sulphur  colours  may  be  increased  by  after-treatment  with 

(1)  Chromium  salts. 

(2)  Acetate  of  soda. 

(3)  Peroxides  of  hydrogen  or  sodium. 

(4)  Steaming,  with  admission  of  air. 

VI.  The  Production  of  the  Vat-Colours  on  Cotton  and  Wool. 

The  most  important  dyestuff  of  this  class  is  Indigo,  which  is  produced  upon 
the  fibre  by  first  treating  it  with  an  alkaline  solution  of  Indigo  white,  which,  on 
oxidation  in  the  air,  is  reconverted  into  the  blue. 

The  term  "vat"  applies  to  the  vessel  employed  for  dissolving  the  Indigo, 
and  also  to  the  solution  itself,  which  may  be  prepared  by  the  aid  of  various 
reducing  agents. 

Two  only  need  be  considered  here — 

(1)  The  zinc  vat  for  cotton. 

(2)  The  hyposulphite  vat  for  wool  and  cotton. 

The  zinc  vat  for  cotton. — 

50  grams  Indigo  (20  per  cent,  paste). 

10      ,,      zinc  dust. 

30      ,,       unslaked  lime. 

Mix  the  zinc  dust  with  120  c.c.  of  water  at  50°;  add  the  Indigo  j^te,  and 
then  the  lime  with  constant  stirring.  The  whole  is  left  to  stand  for  fi^  to  six 
hours,  but  is  stirred  from  time  to  time.  The  reduction  is  complete  when  a  drop 
of  the  solution  placed  upon  a  slieet  of  glass  runs  oft"  as  a  yellow  liquid  which 
oxidises  in  the  air  in  the  course  of  forty  to  fifty  seconds. 

The  reduced  solution  is  then  diluted  with  500  c.c.  of  water,  and  the  cotton 
fibre  dyed  in  it  by  being  thoroughly  soaked,  wrung  out,  and  dried  in  the  air. 

The  process  is  repeated  until  the  requisite  shade  of  blue  is  obtained. 

The  hyposulphite  vat  (for  cotton). — This  vat  is  based  on  the  property  of 
hyposulphurous  acid,  HgSoO^,  discovered  by  Schiitzenberger,  of  forming  with 
Indigo  a  colourless  double  compound  which  is  soluble  in  all^ies,  and  is  decom- 
posed by  the  weakest  oxidising  agents,  Indigo  blue  being  thep^y  liberated. 

For  practical  use  the  sodium  salt  of  hyposulphurous  acid,  Na.2S._,04,  is  prepared 
by  allowing  zinc  dust  to  act  on  sodium  bisulphite  solution  in  a  tightly  closed 
vessel,  the  mixture  being  ke|)t  stirred  and  cooled.  The  reaction  is  usually  com- 
plete within  four  to  five  hours. 

The  hyposulphite  solution  is  rendered  slightly  alkaline  with  milk  of  lime, 
in  order  to  diminish  its  instability,  and  is  then  ready  for  use. 
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Preparation  of  the  hyposulphite  solution. — 

100  parts  of  sodium  bisulphite  solution,  71.-4°  Tw.  (sp.  gr,  1-358),  are  diluted  with 
225      „      of  cold  water,  and  in  the  course  of  half  an  hour 

8f    „     of  zinc  dust  stirred  into  this  solution.     The  whole,  which  is  stirred 
from  time  to  time,  is  left  to  stand   four   to   five    hours,  and  then 
•      mixed  with 
l\^    ,,     of  lime  slaked  in 
30      „     of  water. 

After  allowing  the  sediment  to  settle  the  clear  solution  is  decanted  and 
7      „     caustic  soda  solution,  36°  Tw.  (sp.  gr.  ITS),  added. 

The  hyposulphite  solution  is  now  ready  for  use,  and  should  be  kept  in  a 
well-closed  vessel  in  a  dark  room. 

It  should  show  a  specific  gravity  represented  by  19-20°  Tw.  (sp.  gr.  r095-l"l). 

Hyposulphite  vat. — 

5  parts  Indigo  (20  per  cent,  paste)  are  mixed  with 

3      „     hot  water  ;  to  this  mixture 

8 J   ,,     caustic  soda  solution,  76°  Tw.  (sp.  gr.  138),  are  added,  and  the  whole 

well  stirred  ;  after  heating  to  50° 
25      ,,     of   hyposulphite  solution,   20°  Tw.  (sp.  gv.   1"1),    are   added,  and    the 

temperature  kept  at  50°. 

In  the  course  of  the  reduction  which  takes  place,  and  which  is  tested  in  the 
usual  way  with  a  sheet  of  glass,  more  hyposulphite  solution  is  added  in  several 
poi'tions.  The  reduced  Indigo  ought  to  run  off  the  sheet  of  glass  as  a  yellow 
liquid  which  oxidises  in  twenty  to  thirty  seconds. 

The  cotton  fibre  is  then  dyed  in  the  same  manner  as  indicated  in  the  case 
of  the  zinc  vat. 

The  hyposulphite  vat  (for  wool).— The  process  is  essentially  the  same,  only 
the  use  of  caustic  soda  in  the  above  preparations  must  be  replaced  by  milk  of 
lime.  Thus  the  hyposulphite  solution  is  rendered  alkaline  by  the  addition  of 
the  requisite  quantity  of  milk  of  lime,  and  the  vat  is  prepared  by  treating  5  parts 
Indigo  (20  per  cent,  paste)  with  4  parts  hyposulphite  solution  at  80°.  Of  the 
resulting  yellow-brown  solution,  a  definite  quantity,  depending  on  the  depth  of 
blue  desired,  is  added  to  the  vat,  together  with  more  hyposulphite  solution. 

Wool  is  dyed  in  this  vat  at  50-60°,  a  temperature  that  must  not  be  exceeded 
by  more  than  a  few  degrees. 

VII.    The  Mordant  Dyestuffs  on  Cotton. 

Essentially  this  process  consists  in  first  mordanting  the  cotton  fibre  by 
steeping  it  in  a  solution  of  the  acetate  of  some  metal,  w]|^ich,  on  subsequent 
steami""'   --       "     '-'on  the  fibre  in  the  form  of  the  oxide  or  hjjdroxide. 

'^   ''f^c   ,'M-  mordanted  is  then  boiled  in  an  aque^«^olution  or  emulsion 

of  the  mordant  dyestuff,  when  tlie  corresponding  metalM  lake  is  precipitated 
on  the  fibre. 

Another  process  consists  in  precipitating  the  hydroxides  upon  the  fibre  in 
the  form  of  insoluble  tannates  or  fatty-acid  salts,  by  first  steeping  the  cotton 
in  tannic  acid  or  fatty  acid,  and  then  treating  it  with  the  metallic  salt  used  as 
a  mordant. 
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The  more  important  mordants  for  cotton  are  : — 

I.  Alumina  mordants, 
II.   Iron  mordants, 

III.  Chrome  mordants,  and 

IV.  Tin  mordants. 

I.  Alumina  mordants. —The  most  usual  form  in  which  this  mordant  is 
applied  to  the  cotton  fibre  is  as  aluminium  acetate,  which  is  prepared  either 
by  dissolving  aluminium  hydroxide  in  acetic  acid  or  by  decomposing  alum  or 
aluminium  sulphate  with  lead  acetate. 

It  is  immaterial  whether  aluminium  potassium  sulphate  (alum), 
A1.2(S04)3.K2S04,  or  the  normal  aluminium  sulphate,  Alo(S04)3,  is  used  in 
this  preparation ;  the  only  point  about  which  it  is  necessary  to  be  certain  is 
that  no  iron  is  present  as  impurity. 

The  following  is  a  method  for  preparing  a  solution  of  aluminium  acetate, 
9°  Tw.  :— 

Dissolve  500  grams  of  lead  acetate  in 

500  c.c.  of  boiling  water,  and  mix  it  hot  with  a  solution  containing 
505  grams  aluminium  sulphate  (free  from  Fe)  dissolved  in 
500  c.c.  of  boiling  water. 

Allow  the  precipitated  lead  sulphate  to  settle,  decant  clear  liquid,  and  dilute 
until  it  shows  a  specific  gravity  of  9°  Tw.  (sp,  gr.  1  -045). 

For  use  as  a  mordant  it  is  unnecessary  that  the  whole  of  the  sulphuric  acid 
present  in  aluminium  sulphate  should  be  precipitated  ;  in  fact  it  is  preferable 
in  practice  to  select  for  the  preparation  those  proportions  which  would  produce 
a  sulphacetate  according  to  the  equation 

AL,(S04),  +  2Pb(CoH30o).,  ->  Al,S04(CoHA)4  +  2PbS04 

Turkey-red  upon  cotton. — The  name  Turkey-red  is  applied  to  the  colour 
produced  upon  cotton  by  the  aid  of  Alizarine,  alumina,  lime,  and  fatty-acid 
compounds.  A  considerable  amount  of  work  has  been  done  upon  the  nature  and 
formation  of  this  colour  lake.  Rosenstiehl  first  found  that  the  formation  of  the 
lake  from  Alizarine  and  alumina  could  not  take  place  except  in  the  presence  of 
lime  ;  this  was  subsequently  confirmed  by  Liechti  and  Suida,  who  found  that  all 
Turkey-red  dyeings  contain  lime. 

AccordiuiT  to  Liechti  and  Suida  a  "normal  red"  has  the  composition 
Al,03.CaO('c,,H,03)3. 

The  part  played  by  the  fatty  acids  in  Turkey -red  dyeing  has  not  yet  been 
clearly  defined. 

Turkey-red  oil  is  prepared  by  treating  olive  oil  or  castor  oil  with  concentrated 
sulphuric  acid,  usually  3  parts  of  acid  being  added  to  10  parts  of  oil. 

The  acid  is  slowly  poured  into  the  oil  with  constant  stirring,  and  the  whole 
then  left  to  stand  until  a  sample  of  the  product  is  found  to  dissolve  completely 
in  water,  whereupon  it  is  poured  into  water  and  washed  with  a  solution  of  sodium 
chloride  until  free  from  sulphuric  acid. 

During  the  process  of  mixing,  the  temperature  should  not  be  allowed  to  rise 
above  40°,  otherwise  a  copious  evolution  of  sulphur  dioxide  will  ensue,  and  the 
product  will  be  dark  in  colour  and  furnish  poor  results  on  dyeing. 

DyeiTKj. — The  production  of  a  good  Turkey-red  upon  cotton  can  only  be 
attained  by  practice ;  the  following  directions  should,  however,  yield  fairly  good 
results  if  carefully  followed. 

Cleaning. — Free  the  cotton  fibre  from  grease,  etc.,  by  boiling  it  in  a  weak 
solution  of  sodium  carbonate ;  wring  out  thoroughly. 
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Oiling. — Without  drying,  enter  into  a  bath  containing 

10  parts  Turkey-red  oil, 
90     ,,      water, 

and  work  until  thoroughly  soaked.  Wring  out  and  dry  in  the  hot-air  cupboard 
at  40-50°. 

Repeat  this  treatment  twice,  drying  between  each  immersion. 

Alumina  mordant. — Work  the  fibre  thoroughly  in  a  bath  of  aluminium 
acetate,  9°  Tw.  (sp.  gr.   r045) ;  wring  out  and  dry  at  40-50°.  ,j«)i^ 

Repeat  this  treatment.  Ss^ 

Chalking.— Unter  the  cotton  into  a  bath  containing 

6  grams  of  chalk  and 
1  litre  of  water 

at  30-40°.  Stir  well  for  about  half  an  hour,  and  then  wash  thoroughly  in  clean 
water.     It  is  unnecessary  to  dry  the  cotton  before  dyeing. 

Dyeing. — The  water  used  should  show  two  to  three  degrees  of  hardness ;  the 
quantity  of  dyestuff  should  be  1*5  grams  of  Alizarine  (20  per  cent,  paste)  for 
10  grams  of  cotton. 

Stir  the  dyestuff  into  the  water  and  enter  the  cotton  at  20-25°.  Work  the 
fibre  at  this  temperature  for  about  twenty  minutes,  and  then  heat  up  so  that  in 
about  half  an  hour  the  temperature  rises  to  60°.  Keep  at  this  point  for  about 
an  hour,  then  wring  well  and  dry. 

Steaming. — Steam  the  dried  cotton  for  one  hoi;r  at  a  pressure  of  one  atmos- 
phere, or  for  two  hours  without  pressure  ;  then  wash  well. 

Brightening. — Brighten  the  dyed  material  in  a  closed  apparatus  at  a  pressure 
of  half  an  atmosphere  ;  use  a  solution  containing  4  "5  grams  of  soap  in  1  litre  of 
water ;  leave  the  cotton  in  it  for  ten  minutes,  and  wash  well. 

This  process  may  be  simplified  by  heating  the  dye-bath  to  boiling ;  subse- 
quent steaming  then  becomes  unnecessary. 

The  brighter  shades  of  red  are,  however,  obtained  at  the  lower  temperature. 

II.  Iron  Mordants  play  a  most  important  part  in  black  dyeing  with  logwood, 
and  also  in  the  production  of  Alizarine  violet. 

The  cotton  fibre  can  be  mordanted  with  iron  by  steeping  it  in  ferrous  sulphate 
solution  and  subsequently  passing  it  through  a  solution  of  tannic  acid. 

It  is,  however,  more  frequently  mordanted  by  means  of  iron  pyrolignate. 

This  substance  is  prepared  by  dissolving  scrap  iron  in  crude  pyroligneous 
acid ;  it  consists  for  the  most  part  of  ferrous  acetate.  This  compound,  however, 
in  the  pure  state  is  not  a  good  mordant  for  cotton,  being  too  readily  oxidised, 
and,  consequently,  liable  to  be  poorly  fixed  on  the  fibre. 

The  pyrolignate,  on  the  other  hand,  forms  a  good  mordant,  owing  to  the 
presence  of  impurities  in  it,  which  retard  the  oxidation  of  the  acetate. 

The  following  indicates  a  method  of  producing  Alizarine  violet  on  the  cotton 
fibre  : — 

Work  the  material  thoroughly  in  a  bath  containing 

3  grams  of  tannic  acid  in 
1  litre  of  water  ; 

wring  and  pass  through  a  bath  of 

pyrolignate  of  iron,  3°  Tw.  (sp.  gr.  1"015). 

After  washing,  dye  in  the  same  manner  as  given  in  the  case  of  Turkey-red. 
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III.  Chrome  mordants. — At  the  present  time  the  chrome  mordants  are 
the  most  important  in  use,  many  dyeings  formerly  mordanted  with  ahimina  or 
iron  being  now  treated  with  chromium  salts ;  and,  with  the  exception  of  a  few 
Alizarine  dyes,  all  artificial  mordant  dyestuff's  are  fixed  with  chrome  mordants 
exclusively. 

These  mordajits  differ  greatly  in  behaviour  from  the  iron  and  alumina 
mordants,  being,  on  the  one  hand,  more  difficult  to  dissociate,  and  therefore 
harder  to  fix  on  the  fibre  ;  whilst,  on  "the  other  hand,  the  combination  with  the 
fixed  chromium  hydroxide — that  is,  the  formation  of  the  lake — is  effected  more 
i^ily. 

The  chromium  acetates  are  so  difficult  to  decompose  that  they  cannot  be  used 
like  the  acetates  of  iron  and  alumina. 

The  most  usual  chrome  mordants  are  the  following : — Chromium  acetate, 
bisulphite,  fluoride,  basic  chloride,  potassium  and  sodium  bichromate,  and 
chromic  chromate.  p 

Chromium  acetate  is  produced  by  double  decomposition  from  chrome  atlum 
and  lead  acetate.  Here,  as  in  the  case  of  aluminium  acetate,  the  main  product 
consists  of  a  sulphacetate. 

Solutions  of  chromium  acetate,  which,  when  first  prepared,  are  green,  tCMd 
by  long  keeping  to  become  violet.  J 

It  is  assumed  that  the  violet  solution  contains  neutral  salt,  whilst  the  green 
solution  consists  of  mixtures  of  acid  and  basic  salts.  The  former  are  more 
difficult  to  decompose. 

Chromium  bisulphite  is  p^pared  by  treating  a  solution  of  chrome  alum  with 
an  excess  of  sodium  bisulphite  ;  it  is  largely  used  in  the  luordanting  of  cotton. 

Chromium  fluoride  is  used  more  especially  for  the  mordanting  of  wool. 

A  basic  chromium  chloride  may  be  prepared  by  dissolving  chromium 
hydroxide  in  chromium  chloride,  and  is  used  for  mordanting  silk  and  cotton. 

The  mordanting  of  cotton  by  this  reagent  can  be  effected  in  two  ways  :- — In 
one,  the  yarn  is  impregnated  with  the  mordant  solution,  dried,  and  passed  through 
a  boiling  solution  of  sodium  carbonate.  In  the  other,  the  hydroxide  is  fixed  by 
the  aid  of  tannin  or  oleic  acid. 

Potassium  bichromate  is  largely  used  as  a  mordant,  but  its  use  is  restricted 
to  wool. 

Chromic  chromates  are  foimd  in  commerce  under  the  names  Chrome  mor- 
dant GA  L,  GA  II.,  and  GA  III.  of  the  Hiichst  Manufactory  [M],  and  are 
suitable  for  mordanting  cotton.  The  following  method  is  recommended  by  these 
manufacturers : — 

For  10  grams  ©f  cotton. 

1.  Boiliwi. — The  fibre  is  boiled  in  a  solution  containing  3  grams  of  sodium 
carbonate  in  500  c.c.  of  water. 

2.  Mordanting. — The  well-wrung-out  yam  is  worked  cold  in  chrome  mordant 
GA  I.,  19"  Tw.  (sp.  gr.  1'095),  for  half  an  hour,  then  steeped  in  this  mordant  for 
twelve  hours  and  wrimg  out. 

3.  Fixing. — The  mordanted  fibre  is  fixed  by  working  it  in  a  2  per  cent, 
solution  of  sodium  carbonate  at  50°  for  three-quarters  of  an  hour,  and  then  well 
washed.  ♦ 

4.  Dyeing. — The  dye-bath  is  made  up  as  follows  : — 

14  grams  of  dycstuff"  (20  per  cent,  paste), 
6         ,,         ammonia,  25  per  cent., 
2  ,,  tannic  acid, 

500  c.c.  water, 
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in  which  the  fibre  is  worked  for  a  quarter  of  an  hour  in  the  cold ;  then  14  grams 
of  acetic  acid  (12°  T\v.,  sp.  gr.  1'06)  are  added  and  the  cotton  worked  for  another 
quarter  of  an  hour,  after  which  the  temperature  is  slowly  raised  to  the  boil 
within  one  hour,  and  the  dyeing  operation  continued  at  this  temperature  for  a 
further  period  of  one  hour. 

The  mordants. — As  independent  mordants  the  tin  compounds  are  of 
inferior  importance. 

The  chief  salts  used  are  stannous  chloride  (salts  of  tin),  stannic  chloride, 
and  sodium  stannate. 

Stannous  chloride  is  the  most  important  tin  mordant  for  wool,  and  stannic 
chloride  for  cotton  and  silk. 

The  latter  is  fixed  upon  the  cotton  fibre  with  the  aid  of  tannic  acid. 

Sodium  stannate  is  freqiiently  styled  "  preparing  salt,"  owing  to  its  employ- 
ment in  preparing  fabrics  for  printing.     Its  chief  use  is  in  the  printing  of  wool. 

VIII.  Colours  Produced  Directly  upon  the  Fibre  by  Oxidation. 

Aniline  black,  the  typical  member  of  this  group,  is  produced  directly  on  the 
cotton  fibre  by  the  oxidation  of  aniline,  and  the  two  following  methods  will 
suffice  to  indicate  the  manner  in  which  dyestuffs  of  this  kind  are  formed  : — 

I.  One  bath  black — 

The  bath  should  contain 

5  per  cent,  aniline. 

12       „  hydrochloric  acid. 

6  ,,  bichromate  of  soda, 
o       ,,          copper  sulphate. 

The  cotton  should  be  entered  into  the  cold  bath  and  worked  for  one  hour ; 
then  the  bath  shouhl  be  raised  to  boiling  during  another  hour,  and  the  fibre 
worked  at  this  temperature  for  a  further  half  hour  ;  wash  and  dry. 

II.  Oxidation  black — 

126  grams  aniline  hydrochloride  are  dissolved  in 
300  c.c.  of  water,  and  mixed  with 
40  grams  chlorate  of  soda, 
150      „      acetate  of  alumina,  21-6°  Tw.  (sp.  gr.  MOT), 

5"7  ,,      ammonium  chloride, 

3      ,,      coptjer  sulphate, 

and  the  whole  made  up  to\  litre. 

The  fibre  is  thoroughly  Impregnated  in  this  solution,  wrung  out  and  dried. 
It  is  then  worked  for  half  an  hour  at  60°  in  a  bath  containing 

t     2  "5  per  cent,  bichromate  of  soda, 
■5         „        aniline  hydrochloride, 
•2         „        sulphuric  acid,  161-8°  Tw.  (sp.  gr.  1-809), 

and  then  well  washed  and  dried. 


CHAPTER  XXXII. 

THE  VALUATION  OF  A  COLOURING  MATTER. 

In  order  to  determine  the  relative  value  of  any  particular  dyestuif,  the  following 
facts  have  to  be  taken  into  consideration  : — 

(1)  Its  solubility  in  water. 

^2)  Its  equalising  power. 

(3)  Its  behaviour  on  the  fibre  towards  various  physical  and  chemical  influences 

which  appear  during  the  process  of  manufacture  and  in  the  daily  use 

of  the  dyed  material. 

Solubility. — This  depends  not  merely  upon  the  nature  of  the  colouring 
matter,  but  also  upon  the  condition  of  the  water. 

M:::.'"  .:IycatuflFa  form  insoluble  compounds  with  lime ;  and,  therefore,  if  the 
water  is  hard,  a  portion  will  be  precipitated  owing  to  the  formation  of  these 
insoluble  bodies,  and  in  these  cases  the  hardness  of  the  water  should  be  corrected 
by  the  addition  of  sulphuric,  acetic,  or  oxalic  acids  or  sodium  carbonate,  according 
to  the  nature  of  the  colouring  matter  dissolved. 

The  solubility  of  a  dyestufF  can  be  readily  determined  by  evaporating  a 
measured  quantity  of  its  concentrated  aqueous  solution  to  dryness  in  a  weighed 
platinum  vessel. 

Equalising*  power  depends  upon  the  affinity  of  the  colouring  matter  for 
tlie  Hbre. 

The  greater  or  less  the  affinity,  the  more  quickly  or  slowly  the  dye-bath  is 
exhausted. 

Colours  which  are  absorbed  rapidly  do  not,  as  a  rule,  dye  evenly,  but  are 
generally  faster  to  washing ;  whilst  colours  which  are  only  slowly  taken  up  by 
the  fibre  yield  more  even  dyeings. 

This  rule,  in  general,  holds  good  for  all  colours  and  for  all  fibres. 

The  addition  of  sodium  sulphate  (Glauber's  salt)  to  the  dye-bath  usually  has 
the  effect  of  preventing  the  too  rapid  absorption  of  a  colouring  matter  possessing 
strong  affinities  for  the  fibre. 

Of  the  acid  dyestufts,  the  yellow  and  orange  colours  are  distinguished  by 
their  equalising  powers;  whereas  the  reds,  blues,  violets,  and  blacks  are,  as  a 
rule,  inferior  in  this  respect. 

Level  dyeings  can,  however,  always  be  obtained  by  a  careful  raising  of  the 
temperature  of  the  dye-bath  ;  this  is  particularly  the  case  with  the  basic  colouring 
matters,  which  possess  a  very  strong  affinity  for  the  cotton  fibre  mordanted  with 
tannin. 

The  following  experiment  (v.  Georgievics,  Chemical  Technology  of  the  Textile 
Fibres,  Eng.  Trans.,  p.  134)  will  indicate  roughly  the  equalising  power  of  a 
dyestuff : — 

^96 
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Dye  a  sample  of  tlie  fibre  in  the  requisite  quantity  of  the  solution  of  a  dye- 
stuff  to  dye  it,  say,  2  per  cent. ;  but  in  the  first  instance  bind  a  portion  of  the 
fibre  in  such  a  manner  that  the  bound  portion  does  not  come  in  contact  with  the 
dye  solution. 

When  equilibrium  has  been  attained,  unbind  the  bound  portion  and  again 
immerse  in  the  dye-bath  ;  if  the  dyestufF  has  good  equalising  properties,  the 
portion  which  had  been  bound  will  rapidly  assume  the  same  colour  as  the  other 
portion  of  the  fibre,  and,  after  a  short  boiling,  will  be  indistinguishable  from  it. 

If,  however,  the  dyestufF  has  not  good  equalising  power,  the  portion 
previously  bound  will  remain  lighter  in  shade  than  the  surrounding  fibre. 

Fastness. 

The  behaviour  of  the  colouring  matters  on  the  fibre  towards  chemical  and 
physical  influences,  or,  in  other  words,  their  fastness,  depends  not  alone  upon 
their  nature,  but  also  upon  the  nature  of  the  fibre  and  the  method  of  dyeing 
employed,  so  that  one  and  the  same  colouring  matter,  dyed  upon  different  fibres, 
or  in  accordance  with  different  methods  upon  the  same  fibre,  may  show  very 
different  properties. 

Fastness  to  lig'ht. — Upon  this  most  important  property  depends  largely 
the  usefulness  or  otherwise  of  any  particular  colouring  matter. 

Dyes  which  show  an  extreme  sensitiveness  to  light  are  useless,  or  can  only 
be  used  to  a  very  limited  extent.  The  red,  yellow,  brown,  and  black  dyes,  as  a 
rule,  surpass  the  green,  blue,  and  violet  dyes  in  this  respect. 

Amongst  the  former  are  a  number  which  will  withstand  an  exposure  of 
several  summer  months  almost  without  change ;  the  latter  show,  however,  a 
greater  inclination  to  fade. 

The  basic  dyes  are,  on  the  whole,  fugitive  to  light ;  but,  on  the  other  hand, 
there  are  among  the  acid  dyes  and  the  substantive  cotton  dyes  products  showing 
extraordinary  resistance  against  the  action  of  light,  surpassing  in  this  respect 
many  of  the  natural  colouring  matters. 

The  fastness  of  any  particular  dyestuff  to  light  can  be  determined  by 
exposing  samples  dyed  with  it  in  photographic  printing  frames  to  the  action  of 
sunlight,  half  of  the  dyed  fibre  being  covered  by  some  non-ti"anslucent  material. 

A  comparison  of  the  covered  with  the  uncovered  portions  will  determine  the 
relative  light-fastness  of  the  dyestuff  in  question. 

Fastness  to  washing*  and  milling:. — I"  an  examination  of  a  colouring 
matter  with  regard  to  these  properties,  not  only  the  alteration  in  shade,  but 
also  their  "  bleeding "  into  white  or  coloured  material  must  be  taken  into 
consideration. 

The  degree  to  which  a  colour  bleeds  is  not  directly  proportional  to  the 
amount  which  it  loses  in  depth,  but  depends  rather  upon  the  affinity  of  the  dye 
in  question  for  the  fibre  washed  simultaneously. 

Thus  many  acid  wool  dyes,  which  lose  much  colour  when  washed,  bleed  some- 
what on  to  the  wool  fibre,  but  not,  or  only  very  slightly,  on  to  the  vegetable 
fibre. 

On  the  other  hand,  the  substantive  colouring  matters,  if  they  are  not  after- 
treated  according  to  one  or  another  of  the  methods  stated  above,  without 
exception  bleed  into  white  cotton,  even  though  these  often  lose  very  little  colour 
on  washing. 

Washing  test. — The  pattern  is  plaited  or  mixed  with  undyed  material,  worked 
for  about  five  minutes  in  a  soap  solution  containing  5  grams  of  soap  in  1   litre 
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of  water  at  40°,  and  then  allowed  to  remain  in  the  solution  for  about  fifteen 
minutes.     It  is  then  rinsed  in  clean  water  and  dried. 

A  more  severe  test  would  consist  in  adding  sodium  carbonate  to  the  soap 
bath,  and  using  a  higher  temperature. 

Milling  test — -for  cotton — is  the  same  as  for  washing,  only  more  severe,  using 
a  bath  containing  12  grams  of  soap  in  a  litre  of  water. 

For  tc'ool. — Plait  together  with  undyed  material  and  knead  for  twenty 
minutes  at  50°  in  a  solution  containing  5  grams  of  soap  and  4  grams  of  sodium 
carbonate  in  a  litre  of  water.     Allow  to  lie  for  ten  minutes ;  rinse  and  dry. 

Fastness  to  alkalies. — Of  the  acid  wool  dyes,  the  reds,  browns,  blacks,  and 
some  of  the  yellows  are  generally  less  sensitive  to  alkalies  than  the  violets,  blues, 
and  greens. 

Tiie  substantive  cotton  dyes,  especially  the  blues,  are  very  fast  to  alkalies. 

As  dyed  cotton  goods  are  at  the  present  time  frequently  mercerised,  the 
fastness  to  alkalies  of  the  substantive  cotton  dyes  is  a  matter  of  some  importance. 

Alkali  test. — Moisten  the  dyeings  with  concentrated  or  dilute  alkalies,  or 
moisten  with  milk  of  lime ;  allow  to  dry  and  brush  off. 

Fastness  to  acids  is  estimated  not  only  according  to  the  resistance  of  the 
dyeings  when  coming  into  contact  with  acids,  but  also  according  to  the  degree 
in  which  interwoven  material  is  stained  when  treated  in  a  boiling  acid  bath. 

All  acid  dyes  naturally  withstand  a  treatment  in  a  slightly  acid  bath,  and 
are  generally  faster  to  acids  than  the  substantive  and  basic  colours. 

Amongst  the  substantive  colours  the  reds  are  the  most  sensitive  to  the  action 
of  acids. 

The  fastness  to  perspiration  is  analogous  to  the  fastness  to  acids,  so 
that  all  colouring  matters  which  are  fast  to  acids  may  also  be  termed  fast  to 
pei'spiration. 

Acid  test— for  cotton. — Steep  in  acetic  acid  at  12°  Tw.,  wring  out  and  dry. 
For  wool. — Moisten  with  a  10  per  cent,  solution  of  sulphuric  acid. 

Fastness  to  carbonising.— In  addition  to  other  impurities,  sheep's  wool 
frequently  contains  vegetable  fragments  which  cannot  be  removed  by  washing. 
When  this  is  the  case,  the  vegetable  matter  is  removed  by  the  process  known  as 
carbonising,  which  consists  in  treating  the  material  with  dilute  acid,  drying, 
and  finally  removing  the  excess  of  acid  by  means  of  cold  caustic  soda. 

As  already  mentioned,  the  vegetable  fibres  are  disintegrated  by  the  action 
of  acids,  and  hence,  after  the  wool  has  been  treated  in  the  above  manner,  any 
vegetable  substances  originally  in  it  can  be  removed  by  mechanical  means. 

It  is  therefore  frequently  of  advantage  that  a  wool  dye  should  he  unaltered 
by  the  carbonising  process. 

Test  for  fastness  to  carbonisintj. — Saturate  the  dyeing  with  a  5  per  cent, 
solution  of  sulphuric  acid,  wring  out  and  dry  between  undyed  woollen  material 
at  abo\it  100° ;  then  pass  through  a  cold  solution  of  caustic  soda,  6°  Tw.,  rinse 
and  dry. 

Fastness  to  StOVing". — The  resistance  of  a  dyestuflf  to  the  action  of 
sulphurous  acid  comes  into  consideration  almost  exclusively  for  wool  dyes, 
and  only  in  exceptional  cases  for  other  colours,  such  as,  for  instance,  when  a 
material  composed  of  a  mixture  of  animal  and  vegetable  fibres  is  to  be  subjected 
to  stoving  after  the  dyeing  process. 
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Stoving  test. — Allow  sulphuric  acid  fumes  to  act  directly  upon  the  dyed 
material  for  twelve  hours. 

Fastness  to  bleaching*. — The  action  of  chlorine  is  so  powerful  that  only 
a  comparatively  limited  number  of  colouring  matters  are  capable  of  with- 
standing it. 

"Wool  is  only  in  exceptional  cases — i.e.  in  the  production  of  a  silky  scroop — 
subjected  to  a  treatment  with  chlorine. 

In  the  manufacture  of  cotton  goods,  on  the  other  hand,  a  subsequent  improve- 
ment of  the  whites  or  bleaching  of  raw  interwoven  fibres  often  requires  a  more 
or  less  powerful  treatment. 

Bleaching  test. — Treat  the  dyed  material  for  fifteen  minutes  in  a  solution  of 
bleaching  powder  of  ^°  Tw.  (sp.  gr.  1*001 ) 


CHAPTEE  XXXIII. 

THE  ANALYSIS  OF  DYESTUFFS. 

I.  Quantitative  Analysis. 

In  only  a  few  instances  is  it  possible  to  obtain  quickly  and  accurately  a 
quantitative  estimation  of  the  dyestuffs  by  purely  chemical  means.  The  fact 
that,  for  the  most  part,  the  commercial  dyestuffs  are  not  pure  products,  but  are 
frequently  mixtures  of  different  dyestuffs  or  single  dyestuffs  mixed  with  sub- 
stances like  glucose,  sodium  sulphate,  etc.,  renders  their  quantitative  estimation 
a  long  and  tedious  process. 

Chemists,  therefore,  usually  rely  upon  the  comparative  dye-trial  in  order  to 
obtain  an  appreciation  of  any  product  with  which  they  may  have  to  deal. 

There  are,  however,  certain  methods  by  which  some  of  the  groups  of  dyestuflFs 
can  be  quantitatively  estimated,  and  these  will  be  described  in  the  following 
pages. 

,  Azo-dyesiuffs. 

Reducing  agents,  such  as  zinc  dust  and  water,  zinc  dust  and  ammonia,  or 
caustic  soda,  zinc  dust  and  dilute  acid,  tin  and  hydrocliloric  acid,  stannous 
chloride,  titanous  chloride,  etc.,  split  the  azo-compounds  at  the  point  of  union 
of  the  two  nitrogen  groups  of  the  chromophore,  yielding 

(1)  The  base  from  which  the  azo-compound  was  derived. 

(2)  The  amido-derivative  of  the  second  or  other  components  containing  the 

amido-group  in  the  position  previously  occupied  by  the  azo-group. 

Thus  amidoazobenzeno  yields  on  reduction  aniline  and  /)-phenylenediamine 

CuH^NH,,     H.jNC,;HjNH. 

The  reduction  of  the  azo-compounds  can  be  used  to  a  certain  extent  as  a 
means  of  identifying  them,  and  also  by  the  recent  method  of  E.  Knecht  (see  later) 
for  their  volumetric  estimation. 

Owing,  however,  to  the  fact  that  the  technical  azo-dyes  are  rarely  homogeneous 
substances — that  is  to  say,  they  are  rarely  pure  speciraenb.of  the  compound  they 
pretend  to  be — and  also  to  the  fact  that  they  are  frequently  admixed  with  sodium 
sulphate,  dextrine,  etc.,  care  must  be  taken  in  carrying  out  this  method. 

It  is  possible,  however,  in  many  cases  to  gain  a  fairly  clear  insight  into  the 
nature  of  an  azo-dyestuff  by  studying  its  behaviour  on  reduction  with  zinc  dust 
and  alkali. 

If  the  first  component  is  a  base  volatile  with  steam  (aniline,  xylidine,  etc.), 
it  can  be  separated  from  the  reduction  mixture  by  distilling  it  with  steam,  and 
can  be  readily  detected  in  the  distillate  by  conversion  into  its  acetyl  derivative. 
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If,  on  the  contrary,  it  is  a  base  non-volatile  with  steam  (benzidine,  etc.),  it 
will,  if  soluble,  pass  through  on  filtering  the  reduction  mixture ;  or,  if  insoluble, 
it  can  be  extracted  from  it  by  means  of  alcohol. 

Witt  {Ber.,  1888,  xxi.  3471)  recommends  the  following  method  : — 

One  gram  of  the  purified  dyestuff  (recrystallised  from  water)  is  dissolved  in 
the  requisite  quantity  of  boiling  water  (about  10  c.c). 

As  soon  as  it  has  dissolved  to  a  clear  solution,  it  is  removed  from  the  sand-bath 
and  treated  with  6  c.c.  of  the  reducing  solution,  which  should  consist  of  40  grams 
stannous  chloride  dissolved  in  100  c.c.  pure  hydrochloric  acid  (sp.  gr.  ri9). 

The  reduction  usually  takes  place  immediately,  frequently  with  violent 
ebullition,  and  the  liquid  rapidly  becomes  colourless. 

The  subsequent  method  of  procedure  depends  upon  the  nature  of  the  azo- 
compound  reduced. 

Bases,  such  as  aniline,  remain  in  solution  as  their  hydrochlorides;  amido- 
sulphuric  acids  remain  partially  or  wholly  in  the  residue  with  the  amido- 
derivative  of  the  second  component. 

In  every  case  preliminary  experiments  must  be  tried  in  order  to  determine 
the  best  means  of  isolating  the  various  products  of  the  reaction. 

A  valuable  means  to  the  end  is  the  formation  of  the  quinoxaline  derivative. 

These  substances  are  formed  by  the  combination  of  phenanthraquinone  and 
an  or^/iodiamine. 

Thus 


VNcio       H,nAA         .  T       r      V      r      1     +     2H,0 


CO        H.,Nl 


(phenanthraquinone),  (quinoxaline  derivative), 

and  are  usually  well-defined  crystalline  compounds  which  frequently  give 
characteristic  colours  with  concentrated  sulphuric  acid. 

Thvls  azo-compounds  which  contain  naphthylamine  sulphuric  acids  as  second 
components,  and  which,  therefore,  yield  o?f /todiamido-derivatives  of  naphthalenes  on 
reduction,  can  be  identified  by  converting  the  latter  into  its  quinoxaline  derivative 
by  treating  the  filtered  reduction  mixture  with  a  solution  of  phenanthraquinone 
in  sodium  bisvilphite. 

The  oriJ/ioamidonaphthol  derivatives,  obtained  by  reducing  azo-compounds 
containing  naplithol  sulphonic  acids  as  second  components,  are  unstable,  and  give 
characteristic  coloured  substances  on  oxidation  in  the  air  or  on  treatment  with 
weak  oxidising  agents. 

The  following  analysis  of  Congo  red  by  Witt  {Ber.,  1886,  xix.  1721)  illustrates 
the  method  by  which  azo-dyestufls  can  be  identified  by  means  of  the  quinoxaline 
derivative  of  the  second  component. 

The  dyestuff  is  dissolved  in  a  little  water  and  the  solution  rendered  strongly 
alkaline  with  ammonia  ;  zinc  dust  is  then  added,  upon  which  the  red  colour  of 
the  solution  almost  instantly  disappears.  On  cooling,  the  whole  of  the  benzidine 
crystallises  out,  and  can  be  isolated  by  filtering  the  solution  and  extracting  the 
benzidine  from  the  unchanged  zinc  by  treating  with  alcohol. 

The  filtrate,  which  contains  the  diamidonaphthaleiie  sulphonic  acid,  is  then 
acidified  with  acetic  acid,  heated  to  boiling,  and  then  treated  quickly  with  a  hot 
solution  of  phenanthraquinone. 

If  a  molecular  quantity  of  Congo  red  (7  grams)  has  been  taken  in  the  original 
reduction,  this  phenanthraquinone  solution  must  consist  of  4  grams  phenanthra- 
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quinone  dissolved  in  the  requisite  quantity  of  sodium  bisulphite  solution  on  the 
water-bath,  to  which  must  also  be  added  an  excess  of  sodium  acetate. 

Almost  directly  after  mixing  the  solutions  crystals  begin  to  appear,  and 
shortly  the  whole  solution  becomes  solid,  owing  to  the  separation  of  fine  lemon- 
yellow  needles.     These  are  filtered  and  washed  with  cold  water. 

This  substance,  which  is  the  sodium  salt  of  the  quinoxaline  sulphonic  acid  of 
the  formula 


L 

is  best  recrystallised  by  dissolving  in  hot  water,  adding  an  equal  volume  of 
alcohol,  and  then  a  drop  of  caustic  soda  solution.  On  cooling,  the  sodium 
salt  separates  in  the  form  of  fine  silky  needles. 

Concentrated  sulphuric  acid  dissolves  this  substance,  forming  a  violet 
solution,  which,  on  dilution  with  water,  becomes  a  brilliant  orange. 

The  action  of  concentrated  sulphuric  acid  on  the  azo-dyestuffs. — Nearly  all 
the  azo-dyestufis  yield  characteristic  colours  with  concentrated  sulphuric  acid, 
which  frequently  serves  as  an  excellent  means  of  identifying  them. 

Furthermore,  it  is  sometimes  possible  by  this  means  to  determine  the 
homogeneous  character,  or  otherwise,  of  any  commercial  specimen. 

For  this  purpose  two  or  three  drops  of  concentrated  sulphuric  acid  should 
be  placed  in  a  white  porcelain  dish,  and  the  finely  powdered  specimen  dusted 
into  it.  This  can  be  best  eftected  by  placing  a  small  quantity  of  the  dyestufF 
on  the  end  of  a  spatula  and  blowing  it  on  to  the  acid  from  some  little  distance 
away.  Notice  is  then  made  as  to  whether  each  particular  particle  dissolves 
with  the  same  or  a  difi'erent  colour. 

As  already  mentioned  (p.  53)  the  colour  produced  by  dissolving  the  azo 
dyestuffs  in  concentrated  sulphuric  acid  depends  upon  their  constitution. 

Thus  dyestuffs  from  give 

Amidoazobenzene  sulphonic  acids -f/i?-naphthol .         ....     green. 
Amidoazobenzene  and  homologues -t-/iJ-naphthol  sulphonic  acids  .     red-violet. 

A midazobenzene  sulphoixjc  acids -H^-naphthol  sulphonic  acids    .         .     blue. 

Cp.  Ber.,  1880,  xiii.  1840;  1889,  xxii.  634,  2062. 

The  Titration  of  Azo-dyestuffs  with  Titanous  GIduride. 

(Knecht,  /.  Soc.  Dyers  and  Colourists,  1903,  No.  6,  vol.  xix.) 

This  method  consists  in  titrating  the  azo-dyestuff"  with  a  solution  of  titanous 
chloride,  the  calculation  being  based  upon  the  equation 

TiCl;,  +  HCl  ->  TiCl4  +  H 

from  which  it  follows  that  each  azo-group  (  -  N  :  N  -  )  requires  4TiCl3  (or  4Fe) 
for  its  complete  reduction. 

Storing  and  standardising  the  titanous  chloride  solution.  —  The  most  con- 
venient strength  for  general  use  is  a  1  per  cent,  solution,  obtained  by  diluting 
the  commercial  product  with  water.  For  this  purj)Ose  50  c.c  of  the  commercial 
20  per  cent,  solution  are  first  mixed  with  an  equal  volume  of  strong  hydro- 
chloric acid,  and  boiled  for  a  few  minutes  in  a  flask.  The  solution  is  then  made 
up  to  a  litre  with  distilled  water,  which  has  been  previously  boiled  with   the 
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addition  of  a  little  hydrochloric  acid  and  a  small  piece  of  marble  to  expel 
dissolved  oxygen. 

With  a  powerful  reducing  agent  like  titanous  chloride,  care  must  be  taken 
that  it  is  stored  and  measured  in  vessels  in  which  it  is  out  of  contact  with  the 
air,  and  a  simple  apparatus  for  this  purpose  is  that  shown  in  the  figure. 

Sufficient  of  the  reagent  is  prepared  to  completely  fill  the  storage  vessel  a, 
which  is  connected  with  the  burette  h,  both  storage  vessel  and  burette  being 
kept  under  constant  hydrogen  pressure  from  the  small  hydrogen  generator  d, 
where  the  gas  is  produced  from  zinc  and  dilute  sulphuric  acid.  When  liquid 
is  withdrawn  from  the  burette,  the  pressure  is  released  and  hydrogen  is  at 
once  generated  at  d,  so  that  the  interior  of  the  apparatus  which  is  not  filled 
with  liquid  contains  hydrogen  at  a  pressure  of  about  3  inches. 


Fig.  13. 

If  these  precautions  are  taken  the  solution  can  be  kept  unchanged  for  a 
considerable  period. 

Standardising  the  titanous  chloride  solution  can  be  effected  in  the  following 
way  : — 35  grams  of  ferrous  ammonium  sulphate  are  dissolved  in  dilute  sulphuric 
acid  and  made  up  to  1  litre ;  25  c.c.  of  this  solution  are  now  measured  into 
a  flask,  and  weak  permanganate  solution  run  in  until  a  pink  colour  is  just 
perceptible.  Into  this  solution  titanous  chloride  is  run.  in  the  cold,  until  a 
drop  taken  out  on  a  glass  rod  and  spotted  on  sulphocyanide  of  potash  solution 
no  longer  shows  a  red  coloration.  When  two  or  more  titrations  agree,  the 
iron  value  per  cc.  of  the  titanous  chloride  solution  can  be  easily  calculated. 

Estimation  of  azo-eompounds.  —  The  estimation  of  the  azo-dyestuff"  can  be 
accomplished  by  either  of  the  following  methods,  depending  upon  the  solubilit}' 
or  otherwise  of  the  compound  in  dilute  mineral  acid  : — 

Soluble. — The  titration  can  be  carried  out  direct,  the  colouring  matter 
acting  as  its  own  indicator.     The  following  example  illustrates  this  method  : 

Crystal  scarlet  6R,  Co(jHjoN.,SoOoNa.,  +  7H.,0  (azo-dyestuff  from  a-naphthyl- 
amine  and  G  salt). — -y  gram  of  the  dyestuft'  was  dissolved  in  distilled  water  and 
the  solution  made  u»  to  500  c.c.  Of  this,  100  c.c.  were  measured  out  into  a 
conical  flask,  and,  aft*r  adding  about  10  c.c.  concentrated  hydrochloric  acid,  boiled 


80-01  per  cent. 
19-96 

Calc. 
79-76 
20-04 
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for    about    a    minute.     This   amount   required  •  22-6    c.c    of    titanous   chloride 
solution  for  complete  decolorisation  calculation : — 

1  c.c.  TiCl3  =  0-0015797  gram  Fe 
and  502  grams  colour  require  by  theory  224  grams  Fe, 

0-0015797x22-6x502 
.-. ^^7 =0-08001  gram  colour 

and  1  gram  contains  08001  -> 

Water  of  crystallisation  at  140°    -> 

99-97         „  10000 

In  the  case  of  dyestufl's  which,  like  the  majority  of  the  benzidine  derivatives, 
are  thrown  out  of  solution  by  hydrochloric  acid,  the  reaction  is  too  slow,  and 
the  end  point  often  not  sufficiently  sharp  to  admit  of  exact  estimations.  In 
such  cases  it  is  best  to  run  in  an  excess  of  titanous  chloride  solution  into  the 
boiling  solution  of  the  dyestuff,  taking  the  precaution  to  keep  a  gentle  current 
of  carbonic  acid  (from  a  Kipp  generator)  passing  into  the  flask  by  a  tube  which 
almost  touches  the  surface  of  the  liquid.  The  reduction  will  usually  be  com- 
pleted in  less  than  two  minutes,  when  the  flask  is  cooled  under  the  tap,  without, 
however,  interrupting  the  current  of  carbonic  acid.  When  cold,  the  excess  of 
titanous  chloride  is  estimated  by  running  in  an  iron-alum  solution  of  known 
strength  (preferably  nearly  equivalent  to  that  of  the  titanous  chloride  solution) 
until  1.  J:cp  taken  out  and  spotted  on  sulphocyanide  of  potash  solution  just 
shows  a  red  colour. 

By  subtracting  the  number  of  c.c.'s  of  the  iron-alum  solution  (or  their 
equivalent  in  titanous  chloride,  should  the  two  solutions  not  be  of  equal  strength) 
from  the  total  number  of  c.c.'s  of  titanous  chloride  run  in,  the  exact  amount 
of  the  latter  used  up  in  the  reduction  of  the  dyestuff  is  arrived  at. 

The  following  example  illustrates  this  method  : — 

Benzopurpurine  4B,  C34H2QNgS20jjK2  -f  4^HoO  (potassium  salt  of  the  azo- 
dyestufF  from  tolidine  and  naphthionic  acid). — -6  gram  of  the  dyestuft'  was  dissolved 
in  distilled  water,  and  the  solution  made  up  to  500  c.c.  Of  this,  100  c.c.  were 
measured  into  a  conical  flask  and  heated  to  boiling;  10  c.c.  of  concentrated 
hydrochloric  acid  and  50  c.c,  of  titanous  chloride  solution  were  then  added,  car- 
bonic acid  being  passed  into  the  flask.  The  contents  of  the  flask  were  now  boiled 
for  about  a  minute,  when  complete  reduction  took  place,  and,  after  cooling,  the 
solution  required  229  c.c.  iron-alum  solution  (equivalent  to  21-0  c.c.  titanous 
chloride). 

The  excess  of  titanous  chloride  added  was  therefore  21-0  c.c,  and  this, 
subtracted  from  50,  gives  29-0  c.c,  titanous  chloride  as  having  been  used  for 
the  reduction. 

Calculation.  — 

1  c.c.  TiCl3  =  0-001845  gram  Fe 
and  756  grams  colour  require  by  theory  448  grams  Fe, 

0-001845x29x756     n  Aono«  1 

.-. =  0  09026  gram  colour, 

448  ^ 

Calc. 
and  1  gram  contains  09026  =  9026  per  cent.  90-33  per  cent. 

Water  of  crystallisation         =    9*63        „  9'67       „ 

99-89        „  100-00      „ 


THE    ANALYSIS    OF    DYESTUFFS.  305 

This  method  of  titrating  with-  titanous  chloride  has  also  been  applied  by  its 
discoverer  to  the  estimation  of  nitro-compounds,  such  as  nitrobenzene,  picric 
acid,  etc. 

The  fact,  first  noticed  by  Sisley  {Bull.  Soc.  Chim.,  1901,  p.  862),  that  the  azo- 
compounds  contained  water  of  crystallisation  when  crystallised  from  their 
aqueous  solutions,  has  an  important  bearing  upon  their  estimation,  and  care 
should  always  be  taken  to  estimate  the  water  of  crystallisation  by  heating  a 
weighed  quantity  to  constant  weight  in  an  air-bath.  (Compare  the  analyses  by 
Knecht  of  Ghrysoplienine,  Brilliant  yelloto,  and  Erika'B,  J.  Soc.  Dyers,  1905,  5.) 


Methylene  bine. 

This  basic  dyestuflf  can  be  analysed  by  Knecht's  method,  using  titanous 
chloride  exactly  as  described  above. 

An  experiment  with  the  pure  dyestufF  gave 

Moisture,      .  .  .4-00  per  cent. 

Colouring  matter,     ,  .        95*96        „ 

99-96 

The  method  of  carrying  out  the  assay  of  commercial  Methylene  blue  is  as 
follows : — One  gram  of  the  sample  is  dissolved  in  250  c.c.  of  water,  and  50  c.c. 
of  this  are  measured  into  a  conical  flask,  a  few  drops  of  hydrochloric  acid  added; 
and  the  contents  of  the  flask  gently  warmed  over  the  free  flame.  A  current 
of  carbon  dioxide  is  now  passed  into  the  flask,  and  titanous  chloride  solution  run 
in  until  the  blue  colour  just  disappears. 

The  calculation  of  the  percentage  of  dyestuff"  is  made  on  the  assumption  that 
two  equivalents  of  hydrogen  are  required  for  its  conversion  into  the  leuco-com- 
pound,  according  to  the  equation 

OieH.gNaSCl  +  IL,  -   CjeH,„N,SCl 

A  determination  of  moisture  must,  of  course,  also  be  made  (/.  Soc.  Dyers, 
1905,  9). 

Indigo. 

The  estimation  of  Indigo  can  be  effected  by  a  number  of  methods,  which, 
although  by  no  means  absolute,  yet  are  sufliciently  accurate  for-  practical 
purposes. 

In  the  first  instance,  the  amount  of  ash  should  be  determined  by  igniting  a 
weighed  quantity  in  a  platinum  crucible  until  free  from  carbon. 

In  natural  Indigo  the  amount  of  ash  varies  from  4  to  30  per  cent.,  but  no  ash 
should  be  left  on  igniting  a  specimen  of  the  artificial  product. 

The  most  usual  adulterants  of  Indigo  are  starch,  resin.  Logwood,  and  Prussian 
blue. 

Starch  can  be  detected  by  boiling  the  specimen  with  water,  filtering,  and 
testing  the  filtrate  with  iodine  solution  ;  the  formation  of  a  blue  colour  indicates 
the  presence  of  starch  in  solution. 

It  can  be  estimated  by  treating  the  finely  ground  specimen  with  chlorine 
water,  until  completely  decolorised,  filtering,  washing,  drying,  and  finally 
weighing. 

Resin  is  extracted  by  alcohol  and  can  be  estimated  by  this  means. 

20 
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Logwood  is  soluble  in  oxalic  acid,  and  can  be  detected  by  treating  the  ground 
specimen  with  a  solution  of  oxalic  acid,  filtering,  and  testing  the  filtrate  with 
sodium  aluminate  solution,  which  gives  a  blue  precipitate  with  Logwood  solutions. 

Prussian  Mice  is  converted,  on  treatment  with  caustic  soda,  into  sodium 
ferrocyanide ;  it  is  therefore  detected  by  treating  the  specimen  with  caustic  soda, 
filtering,  and  testing  for  iron  in  the  filtrate. 

Indigo  carmine  is  often  adulterated  with  oxalic  acid. 

For  the  estimation  of  Indigo  the  various  methods  may  be  divided  into 

I.  Reduction. 
II.   Oxidation. 

III.  Colorimetric. 

IV.  Dye-trials. 

/.   Reduciion.— This  process  consists  in  reducing  the  Indigo  to  Indigo  white, 
which  is  subsequently  oxidised  to  the  blue  and  weighed. 
The  reducing  agents  recommended  are  : — 

Ferrous  sulphate  and  caustic  soda  (Pugh). 

Ferrous  sulphate  and  lime  (Ullgreen,   Dingl.  pol.  J.,  clxxix.   457  ;  Leuchs, 

/.  pr.  Gh.,  cv.  107). 
Grape  sugar,  alkali,  and  alcohol  (Fritzsche ;  see  also  Rau,  Am.  Sac.  J.,  1885, 

7,  16). 
Hyposulphite  of  soda  (Rawson,  Chem.  News,  li.  255). 

1 1.  Oxidatum  depends  upon  the  decomposition  of  Indigo  on  oxidation,  and 
consists  in  titrating  a  solution  of  the  blue  in  concentrated  sulphuric  acid  with 
various  oxidising  agents,  amongst  which  may  be  mentioned — 

Chlorine  water  (Schlumberger). 

Potassium  chlorate  and  hydrochloric  acid  (Bolley,  Dingl.  pol.  /.,  cxix.  114). 

Potassium    bichromate   and  sulphuric  acid    (Penny,  Dingl.  pol.  J.,  cxxviii. 

208). 
Potassium  permanganate  (Mohr,  Dingl.  pol.  /.,  cxxxii.  363). 
Potassium  ferricyanide  (Ullgreen,  iJingl.  pol.  J.,  clxxix.  457). 

///.  Colorimetric. — A  method  of  this  kind  is  recommeiuled  by  Houton- 
Labillardiere  {Dingl.  pol.  /.,  xxvii.  54 ;  xl.  448).  It  consists  in  dissolving  the 
Indigo  specimen  in  concentrated  sulphuric  acid,  and  diluting  this  solution  with 
water  until  the  colour  assumes  the  same  shade  as  that  of  a  solution  containing  a 
known  quantity  of  Indigo.  This  method  according  to  Ullgreen  {Wagner's  J., 
1865,  650)  yields  unsatisfactory  results. 

IV.  Dye-trials. — This  method  is  recommended  by  Chevreul  and  by  E.  v. 
Cochenhausen.     It  is  carried  out  as  follows  : — 

One  gram  of  Indigo  is  dissolved  in  50  grams  fuming  sulphuric  acid  and  the 
solution  diluted  to  1  litre.  This  is  then  used  for  the  dyeing  of  wool  or  silk, 
and  the  dyed  material  compared  with  specimens  dyed  under  the  same  condition 
with  an  Indigo  of  known  value. 

It  is  always  advisable  to  confirm  the  results  obtained  by  one  of  the  previous 
methods  by  subjecting  the  specimen  to  a  dye-trial. 

The  following  method  will  be  found  to  yield  results  sufficiently  accurate  for 
practical  purposes : — 

One  gram  of  the  well-dried  Indigo  sample  is  weighed  into  a  short  wide  tube ; 
then  7  c.c.  of  sulphuric  acid  (169°  Tw.)  are  added,  and  the  whole  heated  for 
half   an  hour  in  steam  at  95°.     The   solution    is  poured  into  100  c.c.  of  cold 
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water  and  then  filtered  into  a  litre  wash-bottle.  After  washing  the  filter  with 
hot  water  until  it  is  perfectly  colourless,  the  solution  and  wash-water  are  made 
up  to  1  litre. 

Twenty  c.c.  of  this  solution  are  diluted  with  300  c.c.  of  distilled  water  in  a  white 
porcelain  dish  of  half-litre  capacity,  and  titrated  wnth  a  permanganate  solution 
containing  O'O  gram  KMn04  per  litre.  The  permanganate  solution  is  added 
in  drops  while  constantly  stirring  the  Indigo  solution.  The  titration  is  finished 
when  the  blue  has  changed  to  a  gold-yellow  without  any  green  reflection. 

For  comparison  a  very  pure  Indigo  of  known  percentage  is  always  anal^'^sed 
simultaneoiisly  with  the  new  sample.  This  enables  one  to  find  the  percentage 
of  the  latter  by  the  following  method  : — 

A  =  Indigo  of  known  percentage,  requires  172  c.c.  permanganate. 
B=      ,,  unknown       ,,  ,,        16"6  c.c.  ,, 

A  contains  99  per  cent.  Indigo. 
B         „        therefore  B:  99  =  16-6:  17-2. 
B  — 95-5  per  cent. 

The  results  obtained  by  this  method  are  usually  too  high,  and  should  always 
be  controlled  by  a  dye-trial. 

The  same  solutions  that  served  for  the  titration  are  iised  for  this  purpose. 
The  Indigo  of  known  strength  ("the  type  ")  is  dyed  in  three  different  strengths, 
viz.,  10  grams  of  wool  are  dyed  with  100,  98,  and  96  c.c. 

The  number  of  c.c.  of  the  Indigo  solution  of  unknown  strength  is  found  by 
multiplying  by  100  the  quotient  of  the  titration. 

100xiil^=100x  1-036  =  103-6  c.c. 
16-6 

Since  the  dye-baths  must  not  contain  more  than  4  per  cent,  free  sulphuric 
acid,  the  excess  of  acid  in  the  Indigo  solutions  must  be  neutralised  with  0-1  c.c. 
of  sodium  carbonate  solution  (10  per  cent.)  for  every  1  c.c.  of  Indigo  solution. 

The  varying  additions  of  sodium  carbonate  naturally  produce  varying  amounts 
of  sodium  sulphate  in  the  dye-baths,  and  in  order  to  render  the  conditions  in 
each  case  similar  this  diiference  is  equalised  by  adding  2-7  c.c.  sodium  sulphate 
solution  (10  per  cent.)  for  every  deficient  c.c.  of  sodium  carbonate  solution. 
Thus  the  bath  containing  the  highest  percentage  of  sodium  carbonate  will 
require  no  addition  of  sodium  sulphate. 

A.  Type  of  Indigo  (known  percentage)  )      ,  ^ 

B.  Sample  of  Indigo  (unknown  percentage)  J       '      ' 

(1)  For  100  c.c.  of  A  are  required    10      c.c.  sodium  carbonate 

and      0"8  c.c.  sodium  sulphate. 

(2)  For    98  c.c.  of  A  are  required      9-8  c.c.  sodium  carbonate 

and      1'3  c.c.  sodium  sulphate. 

(3)  For    96  c.c.  of  A  are  required      9-6  c.c.  sodium  carbonate 

and      1'9  c.c.  sodium  sulphate. 

(4)  For  103*6  c.c.  of  B  are  required  10-3  c.c.  sodium  carbonate 

and  no  sodium  sulphate. 

The  dye-tests  must  be  carried  out  under  exactly  similar  conditions  of  time, 
temperature,  etc.,  and  the  result  will  corroborate  or  correct  the  figures  arrived  at 
by  the  titration. 
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Analysis  of  Naphthol  yellow  S  by  Titration  loith  Night  blue. 

A  standard  solution  of  Night  blue  is  prepared  by  dissolving  10  grams  in 
50  c.c.  of  glacial  acetic  acid  and  diluting  with  water  to  1  litre. 

Solutions  of  the  samples  of  Naphthol  yellow  S  are  prepai'ed  so  as  to  contain 
1  gram  per  litre.  The  operation  is  carried  out  as  follows : — 10  c.c.  of  Night 
blue  solution  are  carefully  measured  into  a  small  flask,  and  then  about  30  c.c. 
of  the  solution  of  yellow  run  in  from  a  burette ;  the  mixture  is  well  shaken  for 
about  a  minute  and  then  poured  on  to  a  filter.  If  the  filtrate  be  of  a  distinct 
yellow  colour,  a  second  experiment  is  performed  in  a  similar  manner  with  a 
smaller  quantity  of  the  solution  of  yellow  ;  if  the  filtrate  be  blue  or  even  colourless, 
more  of  the  yellow  solution  is  required. 

These  experiments  are  repeated  with  varying  quantities  of  the  Naphthol 
yellow  solution  until  the  filtrate  possesses  a  very  faint,  scarcely  perceptible  yellow 
tint.  It  is  best  to  collect  the  filtrate  in  clear  Nessler  glasses.  With  a  little 
practice  the  number  of  experiments  for  each  sample  may  be,  reduced  to  three  or 
four.  The  value  of  the  samples  luider  examination  will  be  in  inverse  proportion 
to  the  number  of  c.c.  reqiiired  to  precipitate  10  c.c.  of  Night  blue.  For  example, 
if,  of  two  samples,  one  requires  28  c.c.  and  the  other  35  c.c,  their  relative  value 
will  be  as  35  :  28,  or  expressed  centesimally  as  100  :  80.  If  it  be  desired  to 
express  the  percentage  of  pure  colouring  matter  present  in  the  samples,  the 
Night  blue  solution  may  be  standardised  by  means  of  recrystallised  Naphthol 
yc'iiovv  S,  which  is  the  potassium  salt  of  dinitro-a-naphthol  sulphonic  acid.  One 
gram,  of  fowwema/  Night  blue  precipitates  about  0-25  gram  of  pure  dry  Naphthol 
yellow  S.  It  would  thus  appear  that  two  molecules  of  Night  blue  combine  with 
one  molecule  of  Naphthol  yellow  S  to  form  the  insoluble  precipitate  (Knecht, 
Rawson,  and  Lowenthal,  A  Manual  of  Dyeing).'^ 

II.  Qualitative  Analysis  of  DyestufTs. 

hi  j^oivder  form  the  synthetic  dyestuff's  met  with  in  commerce  are  frequently 
mixtures  of  two  or  more  compounds  which  are  prepared  for  the  purpose  of 
procuring  some  certain  shade  of  colour. 

It  must  therefore  not  be  supposed  that  the  various  compounds  described 
under  technical  names  in  the  foregoing  pages  represent  in  many  cases  anything 
but  an  approximation  to  their  constitution. 

In  most  instances  the  formulae  are  derived  from  the  patent  specifications, 
and  that  these  do  not  always  represent  the  true  nature  of  the  dyestuff  has  been 
pointed  out  by  R.  Meyer  (Bull.  Soc.  Ghini.,  1901,  862),  who  showed  that 
Chrysophenine  possessed  a  very  different  constitution  to  that  claimed  for  it  in 
the  patent  specification. 

Again,  the  dyestuffs  frequently  contain  impurities  either  added  by  design  or 
caused  by  insufficient  washing. 

Thus  dyestuffs  which  are  precipitated  from  their  solutions  by  salt  contain 
varying  quantities  of  this  substance  mixed  with  them. 

Since  sodium  sulphate  is  invariably  used  in  the  dyeing  of  wool,  many 
manufacturers  add  a  certain  amount  of  this  substance  to  the  finished  dyestuff, 
and  the  same  also  applies  to  other  mineral  products  which  are  requisite  in  the 
application  of  any  particular  colouring  matter.  Mineral  impurities  of  this  kind 
can  usually  be  readily  detected. 

'  Seyewetz  (Sur  les  Comhinaisons  des  Maliercs  ColoranUs  hasiques  avec  lea  Matures  Colorantes 
acidcs,  Lyons,  1900)  has  studied  tlie  precipitotion  of  acid  by  basic  dyestulTs,  and  suggests  a 
metliod  of  analysis  similar  to  the  above.  He  gives  as  an  example  the  analysis  of  Erythrosine 
by  means  of  a  standard  solution  of  Rosanilinc  hydrochloride. 
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Sodium  chloride  can  be  estimated  by  extracting  the  colouring  matter  with  some 
organic  solvent,  such  as  acetone  or  alcohol,  and  subsequently  determining  the 
chlorine  in  the  residue. 

Sodium  sidphafe  nearly  always  occurs  in  the  azo-dyestuffs.  It  can  be  detected 
by  dissolving  the  colour  in  water,  precipitating  by  means  of  salt  (free  from 
sulphate),  and  then  testing  for  sulphate  in  the  filtrate. 

Magnesium  sulphate  is  little  used ;  it  is  tested  for  in  the  same  way  as  sodium 
sulphate. 

Alkaline  carbonate  occurs  frequently  in  dyestufls  of  the  phthale'in  group. 
It  is  estimated  by  determining  the  quantity  of  CO^  liberated  by  acids. 

Dextrine  is  often  added  to  the  artificial  colouring  matters.  It  can  be 
detected  by  its  characteristic  smell  when  the  colour  is  dissolved  in  water. 
Generally  speaking,  it  can  be  isolated  by  treating  the  dyestufF  with  alcohol  in 
which  dextrine  is  insoluble. 

The  determination  of  the  acid  constituent  of  basic  dyestuffs  (usually  hydrochloric 
acid,  although  other  acids,  such  as,  for  instance,  oxalic  acids,  are  used). — The 
colour  is  precipitated  by  ammonia,  filtered,  and  the  acid  tested  for  in  the  filtrate. 
In  the  case  of  colours  not  precipitated  by  ammonia,  such  as  Safranine,  the  acid 
must  be  tested  for  in  the  dyestuff  solution. 

The  presence  of  a  zinc  chloride  double  salt  can  be  detected  by  igniting  the 
dyestuff  and  investigating  the  residue. 

The  determination  of  the  basic  constituent  of  acid  dyestuffs  is  carried  out  in 
the  same  way,  the  acid  dyestuff  being  treated  with  HCl,  filtered,  and  the  base 
tested  for  in  the  filtrate. 

The  determination  of  the  natitre  of  a  dyestuff. — In  order  to  dpt.«^rriine  whether 
a  dyestuff  is  a  mixture  or  a  homogeneous  substance,  it  is  usually  sufficient,  to 
place  a  small  quantity  of  it  on  the  end  of  a  spatula,  and  then  to  blow  it 
fi-om  some  distance  away  on  to  a  sheet  of  filter-paper  moistened  with  water 
or  alcohol.  The  particles  of  dyestuff  will  settle  on  the  moistened  paper,  and 
will  immediately  begin  to  dissolve,  imparting  to  the  filter-paper  its  own  particular 
colour. 

The  homogeneous  nature  or  otherwise  of  the  dyestuff  is  easily  detected  by 
noticing  the  colours  produced  by  the  different  particles. 

When  two  colouring  matters  are  present  which  possess  a  similar  shade,  and 
therefore  are  not  readily  detected  by  this  means,  it  will  be  frequently  found 
svifficient  to  blow  the  dyestuff  on  to  a  small  quantity  of  strong  sulphuric  acid 
contained  in  a  white  porcelain  basin,  and  note  any  difference  in  colour  produced 
by  the  solution  of  the  different  particles. 

Sometimes  the  different  components  of  a  mixture  are  very  intimately  mixed  ^ 
that  is  to  say,  they  have  either  beea  precipitated  together  from  their  solutions, 
or  have  been  formed  by  evaporating  their  solutions  to  dryness. 

In  these  caseS  some  little  difficulty  will  be  experienced  "la  detecting  any 
difference  in  colour  in  the  spots  produced  by  the  above  methods,  and  recourse 
nmst  then  be  had  to  the  dye-trial. 

This  is  effected  by  dyeing  a  fibre  in  the  solution  of  the  dyestuff  for 
a  short  time,  then  removing  it  and  replacing  it  by  another  piece  of  the 
same  fibre,  this  process  being  repeated  until  the  dye-bath  is  completely  ex- 
tracted. 

Since  it  is  rare  that  two  dyestuffs  have  the  same  affinity  for  the  fibre,  the 
presence  of  a  mixture  will  be  clearly  noticeable  on  comparing  the  different 
dyeings  (see  also  p.  343). 

In  the  following  tables  are  given  the  principal  behaviour  of  typical  dyestuffs 
towards  reagents,  one  or  two  members  of  each  group'  being  taken  and  their 
reactions  described. 
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By  this  means  a  certain  idea  of  the  reactions  of  other  members  of  the  same 
group  can  be  derived,  although  tests  of  this  kind  are  by  no  means  absolute,  and 
can  only  be  taken  as  indicating  the  possible  nature  of  a  compovnid. 

The  tests  have  been  applied  to  the  pure  dyestufis,  and  the  commercial 
product  should  be  as  far  as  possible  freed  from  impurities  before  being  treated 
with  the  reagents. 

In  many  cases,  by  selecting  suitable  reactions,  it  may  be  found  possible  to 
separate  the  constituents  of  a  mixture,  and  to  isolate  them  in  such  a  manner 
that  each  can  be  identified  with  certainty.  For  investigations  of  this  kind, 
however,  it  is  impossible  to  give  rules  which  are  generally  applicable,  and  much 
practice  and  manipulative  skill  is  required  in  order  to  obtain  accurate  results. 

If  the  colouring  matter  to  be  examined  is  in  solid  or  powder  form,  it  is 
dissolved  in  a  thousand  times  its  weight  of  water ;  in  the  case  of  paste  colours  a 
larger  quantity  is  taken,  according  to  the  percentage  of  dry  substance  they 
contain.  If  the  colouring  matter  is  soluble,  either  entirely  or  nearly  so,  the 
solution  is  filtered,  so  that  in  the  event  of  any  turbidity  or  precipitation 
occurring  during  examination  there  need  be  no  doubt  upon  the  point.  If, 
however,  the  colouring  matter  is  sparingly  soluble,  or  altogether  insoluble,  the 
tests  are  made  with  a  mixture  of  the  finely  divided  colouring  matter  held  in 
suspension  in  water  (1  :  1000).  Only  when  tests  are  made  to  determine  the; 
solubility  of  tlie  colouring  matter  in  alcohol,  ether,  and  benzene,  or  to  study  its 
behaviour  with  concentrated  svdphuric  acid,  is  it  necessary  to  use  it  in  the  dry ' 
condition. 

When  making  these  solubility  tests  about  "1  gram  of  the  colouring  matter 
is  added  to  20  c.c.  of  the  necessary  reagent ;  the  mixture  is  then  well  shaken, 
boiled,  and  filtered.  When  concentrated  sulphuric  acid  isTlised  it  is  also  desirable 
not  to  take  too  much  colouring  matter,  so  that  the  colour  of  the  solution  may 
not  be  too  dark ;  a  portion  of  the  solution  is  then  poured  into  a  test-tube 
containing  cold  water  and  the  effect  noted. 

With  respect  to  the  reactions  with  other  acids,  also  with  alkalies  and  salt^ 
equal  amounts  of  colour  solution  and  the  reagent  are  mixed  together  in  a  test- 
tube  ;  one-half  of  the  mixture  is  allowed  to  stand  in  the  cold,  and  if  precipitation 
takes  place  it  is  filtered ;  the  remainder  is  heated  to  boiling,  note  being  taken 
of  any  changes  which  occur. 

For  redvicing  with  zinc  dust  in  conjunction  w^ith  acids  or  alkalies,  20  c.c.  of 

thq^colour  solution  are  mixed  with  about  5  grams  of  zinc  dust,  then  about  20  c.c. 

of  acid  or  alkali  are  added,  and    the    whole    is    well    shaken,  then    boiled    till 

decolorised,  and  at  once  filtered,  after  which  one  must  observe  whether  or  not 

mhe  filtrate  Vjccomes  coloured  on  exposui'e  to  the  air. 

This  can  be  effected  by  spotting  a  piece  of  filter-paper  with  the  solution 
and  allowing  it  to  slowly  dry  in  the  air. 

Since  the  common  salt  whTch  accompanies  dyestuffs  which  have  been 
recrystallised  from  salt  solutions  is  extremely  difficult  to  remove  by  recrystallisa- 
tion,  a  small  quantity  of  hydrocliloric  acid  gas  will  frequegliy  be  given  ofi" 
in  testing  with  concentrated  sulphuric  acid. 

This  is  usually  the  case  with  the  soluble  azo-couipounds. 
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Reagents. 


Water,  . 
Alcohol, 
l^'.ther,  . 
Benzene, 
Sulphuric  acid, 


Distilled. 
Absolute. 
Chemirally  piii'e. 

5) 

Concentrated. 
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Sulphuric  acid  (dilute),  . 
Hydrochloric  acid  (dilute), 

Nitric  acid,    . 
Sodium  hydrate, 

Ammonia, 

Sodium  carbonate, . 

„      acetate, 
Tannin  solution, 


Alum,    . 

Potassium  bichromate, 
Ferric  chloride, 
Stannous  chloride, . 
Calcium  hypochlorite, 
Acetic  acid.     . 


100  grams  concentrated  in  1  litre  water. 
100  c.c.  concentrated  acid  (sp.  gr.  116) 

diluted  to  1  litre. 
100  c.c.  pure  nitric  acid  diluted  to  1  litre. 
100  c.c.  sodium  hydrate  solution  (sp.  gr. 

1-3)  diluted  to  1  litre.  ' 
Commercial  ammonia  (sp.  gr.  "951). 
100  grams  (cryst.)  in  1  litre  of  water. 
100  grams  (cryst.)  „ 
100  grams  tannic  acid  dissolved  in  500 

c.c.    of    water   and    mixed    with    100 

grams  sodium  acetate  in  500  c.c.   of 

water. 
50  grams  (cryst.)  in  1  litre  of  water. 
50  grams       „         „ 
100  grams     „         „         „ 
100  grams  -  „ 

lh°  Tw.  (sp.  gr.  1007),  freshly  prepared. 
12°  Tw.  (sp.  gr.  1  -06). 
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The  Nitro-dyestuffs. 


Colouring  matter,     . 

NapMhol  yellow  S.^ 

Picric  acid. 

OK 

SO3Y  ^|/  \,N02 

NO2 

OH 

NOa/^JIOo 

\/ 
NO2 

Description, 

Bright  yellow  powder. 

Yellow  crystals. 

2 

f  Water, 

Readily  soluble. 

Readily  soluble. 

>> 

Alcohol,     . 

Somewhat  soluble. 

Readily  soluble. 

'.2 

Ether, 

Insoluble. 

Readily  soluble. 

o 
02 

'^Benzene,  . 

Insoluble. 

Readily  soluble. 

Heating  on  plattfftjm 
foil, 

-Explodes,    leaving    residue     of 
potassium  carbonate. 

Explodes  with  a  luminous  flame. 

Cone.  H2SO4,  . 

Dissolves     with    yellow  -  green 
colour ;      on     dilution     with 
water,  becomes  pale  yellow  ; 
on     heating,     cone,    solution 
becomes  olive-brown. 

Insoluble. 

Dil.  H2SO4,     . 

Becomes  pale  yellow. 

Unchanged. 

Sodium  hydrate, 
Ammonia, 

Unchanged. 
Unchanged. 

Reddish -yellow  solution  of  sodium 
■^    salt. 

Reddish -yellow    solution    of   am- 
monium salt. 

Tannin  reagent, 

Unchanged. 

Unchanged. 

Alum, 

Unchanged. 

Unchanged, 

Potassium       bichro- 
mate, 

Unchanged. 

Unchanged. 

Stannous  chloride,    . 

Is  not  decolorised. 

On  boiling,  becomes  dirty  yellow  ; 
on  standing,  decolorised. 

Zinc  dust  and    am- 
monia. 

Reduced  ;  in  the  filtrate  yellow 
colour  returns. 

Quickly  decolorised  ;  filtrate  dirty 
red. 

Zinc  dust  and  acetic 
acid, 

Reduced  with  difficulty  ;  filtrate 
and       filter  -  paper      become 
coloured    orange-red. 

Quickly  decolorised  ;  filtrate  olive, 
edges  of  filter-paper  blue. 

'  See  Night  blue  titration  (p.  308). 


THE    ANALYSIS    OF    DYESTUFFS. 


d'  d 


The  Nitroso-dyestufFs. 


Colouring  matter, 


Description,  . 
^  ,  Water,  . 
Alcohol,  . 
Ether, 
^Benzene,  . 
Heating  on  platinum  foil. 
Cone.  H2SO4,  . 

Dil.  H0SO4,     . 

Sodium  hydrate, 

Ammonia, 

Tannin  reagent. 

Alum,      .         .         .         . 

Potassium  bichromate, 

Stannous  chloride,   . 

Zinc  dust  and  ammonia,  . 

Zinc  dust  and  acetic  acid, 


Sesorcin  green,  Solid  green  0. 

0 

II 

:0 


KOH 

Drab-coloured  stiff  paste  (50  per  cent.). 

Soluble  on  boiling  ;  brown  solution. 

Soluble  ;  yellowish  solution. 

Insoluble. 

Insoluble. 

Burns  away  quickly  and  regularly,  leaving  no  ash. 

Dissolves  with  a  deep  brown  colour  ;  on  dilution  with 
water,  partial  precipitation ;  on  heating,  cone, 
solution  gives  off  gas  and  becomes  redder. 

On  heating,  a  clear  pale  yellow  solution,  not  ex- 
tracted by  ether. 

Yellow  solution,  not  extracted  by  ether. 

Yellow  solution. 

On  heating,  a  pale  yellow  solution. 

Dissolves  on  heating. 

White  precipitate  ;  filtrate  on  heating  colourless. 

Easily  reduced  ;  filtrate  and  edges  of  the  filter-paper 
become  violet-blue. 
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SYNTHETIC   DYESTUFFS. 


The  Azo-dyest\xf^s—co7iiinued. 

Monazo — continued. 


Colouring  matter, 


Description, 
Water, 
Alcohol, 
Ether, 
'^Benzene, 


Heating  on  platinum 
foil. 


Cone.  H0SO4,  . 

Dil.  TL^O^,     . 

Sodium  hydrate. 
Ammonia, 
Tannin  reagent, 
Alum, 

Potassium  bichromate. 
Stannous  chloride,    , 


Zinc  dust  and    am- 
monia. 

Zinc  dust  and  acetic 
acid, 


Chromotrope  2R. 
OH     OH 


SO.jNa' 

Brown -red  powder. 

Red  solution. 

Red  solution. 

Insoluble. 

Insoluble. 

Glows  without  emitting  vapour, 
leaving  white  ash. 

Dissolves  with  effervescence, 
solution  magenta-red  ;  on 
dilution,  red  ;  on  heating, 
cone,  solution  brownish-red. 

Unchanged. 

Unchanged. 

Unchanged. 

Unchanged. 

Unchanged. 


Somewhat  darker. 

In  the  cold,  partial  precipitation, 
rose-))ink ;  on  boiling,  de- 
colorised. 

Decolorised ;  filtrate  becomes 
yellow. 

Decolorised  ;  filtrate  colourless. 


Chromotrope  lOB. 
OH    OH 

SOaNa'x 


N  :  N.CioH,(a) 
SOgNa 


Brown  powder. 

Magenta-red  solution. 

Magenta-red  solution. 

Insoluble. 

Insoluble. 

Glows  and  emits  vapour ;  melts 
partially,  leaving  a  little  fused 
ash. 

Dissolves  with  effervescence,  solu- 
tion blue  ;  on  dilution,  violet  ; 
on  heating,  cone,  solution  brown- 
red. 

Unchanged. 

Unchanged. 

Unchanged. 

Unchanged. 

In  the  cold,  complete  precipitation, 
dark  violet ;  on  boiling,  de- 
colorised. 


Unchanged. 


Decolorised ;       filtrate       becomes 
reddish-yellow. 

Decolorised  ;  filtrate  colourless. 
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The  Azo-dyestuffs — continued. 
Monazo — continued. 


Colouring  matter,     . 

Azarine  S.^ 

Fast  red  D — Amaranth. 

SOsKa 

1 

<..>-r-<-> 

0         0 

ia    ™»™'OH(L 

n 

SOsNa  OH 

Description,     . 

Brown-yellow  paste. 

Dark  brown  powder. 

a 

(-Water, 

Fairly  soluble  ,'  yellow. 

Readily  soluble. 

>. 

Alcohol,    . 

Readily  soluble  ;  yellow. 

Sparingly  soluble. 

§■ 
^ 

Ether, 

Somewhat  soluble  ;  yellow. 

Insoluble. 

o 

■Benzene,    . 

Insoluble. 

Insoluble. 

Heating  on  platinum 
foil, 

After   the    evaporation    of    the 
water,    the    residue    emits    a 
quantity   of  reddish   vaj)our, 
ignites,     chars,     and     finally 
burns  away,  leaving  no  ash. 

Very    soon    ceases    to    glow  and 
melts,   forming  a  yellowish-red 
glowing  mass,  eventually  leaving 
a  white  ash,  which   is  readily 
fusible. 

Cone.  HgSO^, 

Dissolves  with  evolution  of  SO2, 
solution   deep   violet-red ;   on 
dilution,   quantitatively    pre- 
cipitated, brown-red  ;  on  heat- 
ing, cone,    solution    becomes 
dirty  brown. 

Dissolves,      forming     blue  -  violet 
solution  ;  on  dilution  with  water,   | 
bluish-red  solution  ;  on  heating,  i 
the  cone,  solution  becomes  violet 
brown. 

Dil.  H2SO4,     . 

In  the  cold,  partial  precipitation  ; 
on  heating,  clear  solution,  ex- 
tracted with  ether,  yellow. 

Unchanged. 

Sodium  hydrate. 

Violet     precipitate,      pale     red 
filtrate  ;  extracted  with  ether, 

•   blue,    the    aqueous     solution 
being  a  dirty  reddish  colour. 

Dark  red  solution. 

Ammonia, 

Sam?  as  with  sodium  hydrate. 

Darker  solution. 

Tannin  reagent, 

Unchanged. 

Alum, 

On  heating,  yellow  solution. 

Unchanged. 

Potassium  bichromate, 

On  heating,  brown  turbidity. 

Unchanged.                                        ; 

Stannous  chloride,    . 

Zinc  dust  and   am- 
i       monia, 

On  heating,  partial  precipitation ; 

yellow. 
Easily  reduced  ;  filtrate  becomes 

pale  yellow. 

Quickly     reduced  ;    filtrate     pale 
greenish -yellow. 

Zinc  dust  and  acetic 
acid. 

Reduced    with    some    diffi'^^'-y  5  j 
filtrate  pale  pink.                          | 

Formed  by  the  action  of  ammonium  bisulphite  on  the  azo-oompound. 
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SYNTHETIC    DYESTUFFS. 


The  Azo-dyest\xfis—ro7iti7iued. 

Monazo — continued. 


Colouring  matter, 


Description,     . 

^  Water, 

Alcohol,     . 

Ether, 

Benzene,    . 

Heating  on  platinum 
foil, 

Cone.  H.,SO„  . 


Dil.  H.,S04,    . 

Sodium  liydrate, 
Ammonia, 
Tannin  reagent, 
Alum, 

Potassium      bichro 
mate. 

Stannous  chloride,   . 
'■|~t   and  am- 


Double  brilliant  scarlet — 
Scarlet  for  silk. 


— N:N- 

OH 

Brick-red  powder. 

Readily  soluble. 

Soluble. 

Soluble  in  slight  traces. 

Soluble  in  slight  traces. 

Pytfs  up,  burns,  chars,  and 
finally  leaves  a  fusible  white 
ash. 

Dissolves,  solution  magenta-red  ; 
on  dilution,  a  red  -  brown 
precipitate;  on  heating, cone, 
solution  becomes  dirty  violet- 
red. 

In  the  cold,  a  yellowish-red  pre- 
cipitate, which,  on  heating, 
dissolves,  forming  pale  red- 
dish-yellow solution. 

Unchanged.  , 

» 
Unchanged. 

Unchanged. 

In  the  cold,  a  yellowish-red 
flocculent  precipitate,  whicli, 
on  heating,  redissolves. 

Unchanged. 


Yellowish -red    precipitate  ;    on 
long  boiling,  decolorised. 

Quickly   reduced  ;   filtrate   pale 
yellow. 

Somewhat      quickly     reduced  ; 
ijltrate  colourless. 


N:H^ 


SO,Na' 


;oH 


COOH 


Red-yellow  powder. 

Soluble  in  water  ;   yellow. 

Not  readily  soluble. 

Soluble  in  traces. 

Insoluble. 

Puffs  up  strongly  and  then  melts, 
leaving  a  little  ash. 


Brick  red  with  evolution  of  gas  ; 
on  dilution,  yellow  with  partial 
separation  of  a  yellow  pre- 
cipitate. 


Orange  liquid. 
Orange  liquid. 
Acquires  a  darker  colour. 
Unchanged. 

Unchanged. 

Completely  precipitated  ;  yellow. 
In  the  cold,  not  decolorised. 
Completely  decolorised  on  boilingf^ 
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/ 


Colouring  matter, 


Description, 
/-Water, 
Alcohol, 
Ether, 
-Benzene, 


Heating  on  platinum 
foil. 


Cone.  H2SO4,  . 


Dil.  H2SO4,     . 

Sodium  hydrate, 

Ammonia, 
Tannin  reagent, 
Alum, 


Potassium 
mate. 


bichi'o- 


Stainious  chloride,   . 


Cloth  red  0. 
SOjNa 


.N:N' 


.»:»■ 


SO^Na   OH  CH3  CHa 

Dark  greenish-brown  powder. 

Readily  soluble. 

Sparingly  soluble. 

Insoluble, 

Insoluble. 

Emits  a  large  quantity  of  yellow 
vapour,  burns  with  a  strongly 
luminous  llame,  chars,  and 
finally  leaves  fused  white  ash. 

Dissolves,  foiining  dark  -  blue 
solution  ;  on  dilution,  bluish- 
red  ;  on  heating,  cone,  solu- 
tion becomes  yellowish-brown. 


Unchanged. 

Partial    precipitation,      bluish - 
red  ;  on  heating,  redissolves. 


Same  as  with  sodium  hydrate. 

Unchanged. 

Partial  precipitation,  bluish-red; 
on  heating,  partly  soluble. 


In  the  cold,  quantitative  pre- 
cipitation, carmine-red ;  on 
heating,  becomes  hard. 

Dirty  bluish-red  ;  decolorised  on 
long  standing. 


Zinc   dust  and    am-  Quickly   reduced ;    filtrate    and 

monia,  i  edges  of  the  filter- paper  yellow. 

Zinc  dust  and  acetic  \  Reduced  with   some  difliculty  ; 

acid,  I  filtrate  colourless. 


Biebrich  scarlet.    , 


\_ 

r       r 

SOjNa  OH 

Brick-red  powder. 

Turbid  solution. 

Fairly  soluble. 

Soluble  in  traces. 

Soluble  in  traces. 

Becomes  darker,  then  puffs  up 
strongly,  forming  grey  mass, 
which  finally  leaves  a  white 
fusible  ash. 

Dissolves  with  a  Malachite  green 
colour  ;  on  dilution,  becom 
blue,  then  violet,  and  fin 
red  ;  on  heating,  the  cone.  s*lly 
tion  becomes  blue,  then  d^.  .^ 
blue,  and  finally  yellowish- 
brown. 

Unchanged. 

Becomes  darker  red-violet ;  partial 
precipitation,  rusty-brown  ;  fil- 
trate red-violet. 

Solution  becomes  darker. 

Unchanged. 

In  the  cold,  a  yellowish-red  floccu- 
lent  precipitate,  which,  on 
heating,  partly  dissolves. 

In  the  cold,  partial  precipitation, 
yellowish-red  ;  on  heating, 
redissolves. 

Yellowish -red  precipitate  ;  on 
boiling,  red ;  decolorised  on 
long  boiling. 

Quickly  reduced  ;  filtrafjv  pure 
yellow. 


Somewhat        rapidly 
filtrate  pale  pink. 


reduced : 
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Disazo-dyestuffS — continued. 


Colouring  matter. 


Description, 

^  "Water, 

■5 

>» 

Alcohol,     . 

rs  \ 

'c 

Ether, 

^Benzene,    . 

Coiic. 


ating  on  platinum  foil, 


no.  H2SO4, 

Dil.  H2SO4,     . 

Sodium  hydrate. 

Ammonia, 

Tannin  reagent. 

Alum, 

Potassium  bichromate, 

Stannous  chloride,    . 

Zinc  dust  and  ammonia, 
Zinc  dust  and  acetic  aciil 


Brilliant  croceine 


OH 


N:N< 
80.,Na< 


SOjNa 

Brick-red  powder. 

Readily  soluble. 

Fairly  soluble. 

Insoluble. 

Insoluble. 

PufiFs  up  and  quickly  burns  away,  leaving  small 
quantity  of  fusible  white  ash. 

Dissolves,  forming  red-violet  solution  ;  on  dilution 
with  water,  partly  precipitated,  black ;  filtrate 
pale  red ;  on  heating,  cone,  solution  becomes 
blackish-brown. 

Unchanged. 

Dark  dirty  red  solution. 

Dark  dirty  red  solution. 

Unchanged. 

Unchanged. 

Unchanged. 

In  the  cold,  partially  precipitated  ;  on  heating, 
decolorised. 

Rapidly  decolorised  ;  filtrate  pure  yellow. 

Rapidly  decolorised  ;  filtrate  colourless. 
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Dyestufifs  from  Tetrazo-salts. 


Colouring  matter,     , 


Description, 
Water, 
Alcohol, 
Ether, 
^  Benzene, 


Heating  on  platinum 
foil, 

Cone.  H2SO4, 


Dil.  H0SO4,     . 

Sodium  hydrate. 

Ammonia, 

Tannin  reagent, 

Alum, 

Potassium       bichro- 
mate, 

Stannous  chloride, 

Zinc    dust  and  am- 
monia, 

Zinc  dust  and  acetic 
acid. 


Congo  red. 


SOoNa 


O--' 


\_ 


>N:N[ 


SO.Na 


Red-brown  powder. 

Readily  soluble. 

Sparingly  soluble. 

Insoluble. 

Insoluble. 

Burns  slowly,  chars,  and  finally 
leaves  a  fusible  ash. 

Dissolves,  forming  blue  solution  ; 
on  dilution,  blue  precipitate. 

Blue  precipitate. 

Reddish  -  brown        precipitate, 
soluble  in  water. 

The  same  as  sodium  hydrate. 

Unchanged. 

Unchanged. 

Unchanged. 

Slowly  decolorised. 

Readily  reduced  ;  filtrate  colour 
less. 

Readily  reduced  ;  filtrate  colour- 
less. 


Benzopurpurine  B, 


CH3 


SOgNa 


NH., 
NH2 


N:N' 

SOgKa 

Red-brown  powder. 

Readily  soluble  ;  yelloTs^sh-red. 

Sparingly  soluble. 

Insoluble. 

Insoluble. 

Burns  slowly,  chars,  and  finally 
leaves  a  white  fusible  ash. 

Dissolves,  forming  blue  solution  ; 
dUuted,  dark  brown  flocculent 
precipitate. 

Brown  precipitate. 

Unchanged. 

Unchanged. 
Unchanged. 
Unchanged. 
Unchanged. 

Decolorised  on  boiling. 

Readily  reduced  ;  filtrate  colourless. 

Readily  reduced ;  filtrate  colourless 
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SYNTHETIC   DYESTUFFS. 


Disazo-dyestuffs — continued. 


Colouring  matter,     . 


Brilliant  croceine. 


Description,     . 

c 

^  Water, 

^ 

Alcohol,     . 

^  < 

_!-) 

Ether, 

± 

^Benzene,    . 

Cone. 


ating  on  platinum  foil, 


nc.  H0SO4, 

Dil.  H0SO4,     . 

Sodium  hydrate, 

Ammonia, 

Tannin  reagent, 

Alum, 

Potassium  bichromate, 

Stannous  chloride,   . 

Zinc  dust  and  ammonia, 
Zinc  dust  and  acetic  acid 


OH 


N :  N. 


803Na< 


SOjNa 


Brick-red  powder. 

Readily  soluble. 

Fairly  soluble. 

Insoluble. 

Insoluble. 

Puffs  up  and  quickly  burns  away,  leaving  small 
quantity  of  fusible  white  ash. 

Dissolves,  forming  red-violet  solution  ;  on  dilution 
with  water,  partly  precipitated,  black ;  filtrate 
pale  red ;  on  heating,  cone,  solution  becomes 
blackish-brown. 

Unchanged. 

Dark  dirty  red  solution. 

Dark  dirty  red  solution. 

Unchanged. 

Unchanged. 

Unchanged. 

In  the  cold,  partially  precipitated  ;  on  heating, 
decolorised. 

Rapidly  decolorised  ;  filtrate  pure  yellow. 

Rapidly  decolorised  ;  filtrate  colourless. 
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Dyestuffs  from  Tetrazo-salts. 


Colouring  matter, 


Description, 
(.Water, 

Alcohol, 

Ether, 

^Benzene, 

Heating  on  platinum 
foil, 

Cone.  H2SO4, 

Dil.  H0SO4,     . 

Sodium  hydrate. 

Ammonia, 

Tannin  reagent, 

Alum, 

Potassium       bichro- 
mate, 

Stannous  chloride. 

Zinc    dust  and  am- 
monia, 

Zinc  dust  and  acetic 
acidj 


Congo  red. 


Red-brown  powder. 

Readily  soluble. 

Sparingly  soluble. 

Insoluble. 

Insoluble. 

Burns  slowly,  chars,  and  finally 
leaves  a  fusible  ash. 

Dissolves,  forming  blue  solution  ; 
on  dilution,  blue  precipitate. 

Blue  precipitate. 

Reddish  -  brown        precipitate, 
soluble  in  water. 

The  same  as  sodium  hydrate. 

Unchanged. 

Unchanged. 

Unchanged. 

Slowly  decolorised. 

Readily  reduced  ;  filtrate  colour 
less. 

Readily  reduced  ;  filtrate  colour- 
less. 


Benzopurpurine  B. 


SOsKa 


CH3 


N:N' 


K:N. 


NH2 

NH., 


CH3  ^ 

S03Na 

Red-brown  powder. 

Readily  soluble  ;  yellowish-red. 

Sparingly  soluble. 

Insoluble. 

Insoluble, 

Burns  slowly,  chars,  and  finally 
leaves  a  white  fusible  ash. 

Dissolves,  forming  blue  solution  ; 
diluted,  dark  brown  flocculent 
precipitate. 

Brown  precipitate. 

Unchanged. 

Unchanged. 
Unchanged. 
Unchanged. 

Unchanged. 

Decolorised  on  boiling. 

Readily  reduced  ;  filtrate  colourless. 

Readily  reduced ;  filtrate  colourless 
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SYNTHETIC    DYESTUFFS. 


Dyestuffs  from  Tetvsizo-ssilts— continued. 


Colouring  matter, 


Description, 
f  Water, 
Alcohol, 
Ether, 
Benzene, 


Heating  on  platinum 
foil, 


Cone.  H2SO4, 


Dil.  H2SO4,    . 

Sodium  hydrate. 
Ammonia, 
Tannin  reagent, 
Alum, 

Potassium      bichro- 
mate, 

Stannous  chloride,  . 


Zinc   dust  and   am- 
monia, 


Zinc  dust  and  acetic 
acid. 


Bismarck  brown. 


,A-N:N- 


WH2 

I 


■NH., 


-f  4HC1 


N  :  K— <^     ^NHa 

r 

NH2 

Dark  brown  powder. 

Readily  soluble. 

Readily  soluble. 

Insoluble. 

Insoluble. 

Gives  off  white  vapour,  chars 
and  burns  away,  leaving  no 
ash. 

Dissolves,  with  evolution  of  HCl, 
to  dark  brown  solution  ;  on 
dilution,  dark  yellow-brown 
with  partial  precipitation  ; 
cone,  solution,  on  heating,  be- 
comes black-olive. 

In  the  cold,  partial  dark  precipi- 
tate ;  dissolves  to  reddish - 
yellow  solution  on  warming. 

Partial  yellow-brown  precipitate, 

extracted  with  ether. 
Same  as  with  sodium  hydrate. 

Partial  red-brown  precipitate ; 
dissolves  on  heating. 

Partial  brown  jirecipitate ;  dis- 
solves on  heating. 

Quantitative  dark  orange-brown 
precipitate ;  on  heating,  be- 
comes black. 

Partial  orange-brown  precipi- 
tate ;  on  heating,  rapidly 
decolorised. 

Rapidly  decolorised ;  filtrate 
and  edge  of  filter-paper 
slightly  orange. 

Rapidly  decolorised ;  filtrate  a 
dirty  reddish  colour. 


Diamine  black  RO. 


SOoKa 


OH 


OH 


— N :  N- 
SOoNa' 


hm^ 


./ 


Black  powder. 

Violet-black  solution. 

Sparingly  soluble. 

Insoluble. 

Insoluble. 

Burns  with  luminous  flame,  chars 
and  leaves  white  fusible  residue. 


Dissolves,  forming  blue  solution ; 
on  dilution,  reddish-blue  pre- 
cipitate. ' 


Reddish-blue  precipitate. 

Violet  solution. 
Violet  solution. 
Unchanged. 
Unchanged. 

Unchanged, 

Decolorised  on  boiling. 


Rapidly  reduced  ;  filtrate  becomes 
blue  on  exposure  to  the  air. 


Readily  reduced  ;  filtrate  becomes 
blue  on  exposure  to  the  air. 
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Di-  and  Triphenylmethane  Dyestuflfs. 

Basic. 


Colouring  matter, 


Aur amine  0. 


Description, 
/-Water, 

^  I  Alcohol, 
Ether, 
Benzene, 


Heating  on  platinum 
foil. 


Cone.  HgSOj, 


Dil.  HoSOj,     . 
Sodium  hydrate. 

Ammonia, 
Tannin  reagent, 


Alum, 

Potassium 
mate, 


bichro- 


Stannous  chloride,   . 

Zinc  dust  and   am- 
monia. 


Zinc  dust  and  acetic 
acid, 


HgN-C 


/ 


y^{' 


CH, 


=  N(0H3)2C1 


Yellow  powder. 
Very  soluble  ;  yellow. 
Very  soluble  ;  yellow. 
Insoluble. 
Insoluble. 

Becomes  red-orange,  yellow 
vapour  is  given  off,  finally 
chars  and  burns  away,  leaving 
no  ash. 

Dissolves,  with  evolution  of 
HCl,  to  colourless  solution  ; 
on  dilution,  becomes  yellow  ; 
cone,  solution,  on  heating,  be- 
comes brown-yellow. 

Unchanged ;      decolorised      on 

boiling. 
White     precipitate ;     extracted 

on  shaking  by  ether. 

Same  as  with  sodium  hydrate. 


Almost  completely  precipitated, 
yellow ;  becomes  brown  and 
resinous  on  boiling. 

Unchanged. 

Quantitative  yellow  precipitate, 
which  becomes  resinous  on 
heating. 


Unchanged. 


Filtrate  colourless  ;  colour  does 
not  reappear ;  on  standing, 
precipitate  on  filter  becomes 
yellowish. 

Becomes  blue  on  reduction. 


Brilliant  green. 


OeH6.C 


•N(C2H5)2 


y=-S{C^,)^Cl 


Green     crystalline     plates     with 

metallic  lustre. 
Readily  soluble. 

Readily  soluble. 

Soluble  in  traces. 

Soluble  in  traces. 

Melts  and  burns  with  a  smoky 
flame ;  the  carbon  burns  away, 
leaving  a  little  ash. 

Dissolves,  giving  dark  yellow  solu- 
tion ;  diluted,  brownish-yellow  ; 
on  heating,  cone,  solution  be- 
comes darker. 


Red-brown  solution. 

Dirty  pale  green  precipitate,  quanti- 
tative ;  on  heating,  colourless ; 
extracted  by  ether. 

The  solution  becomes  milk-whit'- 
turbid ;  extracted  by  etH<^. . 

In  the  cold,  almost  quantitative 
precipitate  ;  on  heating,  some- 
what soluble. 

Unchanged. 

Almost  quantitative  dark  green 
precipitate  ;  on  heating,  partly 
soluble ;  the  liquid  becomes 
covered  with  a  coppery  iridescent 
film. 

In  the  cold,  quantitative  green  pre- 
cipitate ;  on  heating,  mostly  dis- 
solved ;  filtrate  dark  green. 

Filtrate  colourless. 


Reduced    with    great    difficulty ; 
filtrate  colourless. 
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Di-  and  Triphenylmethane  Dyestuffs— continued. 

Basic — continued. 


Colouring  matter, 


Description, 
^  Water, 
Alcohol, 
Ether, 
^Benzene, 


Heating  on  platiinira 
foil, 


Cone.  H2SO4, 


Dil.  H2SO4,     . 

Sodium  hydrate, 
Am.,  "ia, 

Tannin  reagent, 

Alum, 

Potassium       bichro- 
mate, 

Stannous  chloride,   . 


Zinc  dust  and  am- 
monia. 

Zinc  dust  and  acetic 
acid. 


Magen  ta — mostly 
CH, 


./ 


NH2 

Dark    green    crystals,    metallic 

lustre. 
Readily  soluble ;  purple-red. 

Readily  soluble. 

Soluble  in  traces ;   crystals  be- 
come blue. 
Insoluble;  crystals  become -blue. 

Gives  off  red  \ vapour,  then 
melts  and  nirns  with  a 
smoky  flame,  leaves  no  ash. 

Dissolves  with  evolution  of 
HCI,  solution  dark  brown- 
yellow  ;  diluted  with  water, 
becomes  yellowish-red,  then 
yellow,  and  finally  almost 
colourless  ;  cone,  solution,  on 
heating,  becomes  dark  olive- 
brown. 

Solution  first  yellowish  -  red, 
then  yellow,  finally  almost 
colourless ;  on  heating,  red 
colour  returns. 

Quantitative  red  -  brown  pre- 
cipitate, extracted  by  ether. 

With  excess,  colourless  solu- 
tion ;  a  slight  addition  causes 
turbidity. 

In  the  cold,  almost  quantitative 
precipitate ;  on  heating,  it 
becomes  resinous  and  partially 
dissolves. 

In  the  cold,  partial  red  pre- 
cipitate ;  dissolves  on  heating. 

Quantitative  red-browii  pre- 
cii)itate  ;  on  heating,  becomes 
resinous. 

In  the  cgld,  partial  j)recipita- 
tion ;  on  heating,  dissolves 
with  separation  of  basic 
stannous  chloride. 

Filtrate    colourless ;     edge     of 

filter-paper  red. 
Reduced  with  some   difficulty  ; 

filtrate  colourless  ;  on  boiling, 

pale  pink. 


Methyl  violet  B, 


Olive-green  crystalline  powder. 
Readily  soluble  ;  violet. 
Readily  soluble ;  violet. 
Soluble  in  traces. 

In  the  cold,  not  very  soluble  ;  on 
heating,  moderately  soluble. 

Emits  white  vapour,  melts  and 
ignites,  leaving  no  ash. 

Dissolves  with  evolution  of  HCI, 
solution  orange ;  diluted  with 
water,  orange-brown,  brown- 
olive,  olive-green,  blue-green  ; 
on  heating,  cone,  solution  be- 
comes brown. 


Deep     red  -  brown     solution  ;     on 
standing,  green. 


Quantitative  violet-brown  pre- 
cipitate, extracted  by  ether. 

Becomes  paler  and  redder  ;  quan- 
titative dirty  pale  greyish -red 
precipitate,  extracted  by  ether. 

tjuantitative  violet  precipitate ; 
on  heating,  filtrate  becomes 
slightly  red. 

Unchanged, 

Quantitative  black-violet  precipi- 
tate ;  mostly  soluble  on  heating, 
partly  resinous. 

Almost  ([uantitative  violet  pre- 
cipitate ;  on  heating,  indigo 
blue,  partly  soluble  ;  filtrate 
azure-blue  with  green  fluor- 
escence. 

Filtrate  colourless. 

Reduced  with  some  diflSculty ; 
filtrate  colourless ;  the  violet 
colour  very  slowly  restored. 
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Di-  and  Triphenylmethane  Dyestuffs— continued. 

Basic — continued. 


Colouring  matter, 


Description, 
/  Water, 
Alcohol, 
I  1  Ether, 


^  Benzene, 

Heating  on  platinum 
foil, 


Cone.  IIjSOi, 


Dil.  H0SO4,     . 
Sodium  hydrate, 

Ammonia, 
Tannin  reagent. 
Alum, 


Potassium 
mate, 


bichro- 


Crystal  violet. 


/<^^N(CH3), 


Neiv  magenta. 


CH,)oCl 


Stannous  chloride. 


Zinc  dust  and  am- 
monia, 

Zinc  dust  and  acetic 
acid, 


Yellow  -  green      crystals      with 
•  metallic  lustre. 
Readily  soluble  ;  violet. 

Readily  soluble. 

Almost  insoluble. 

Somewhat  soluble  ^  the  crystals 
become  blue.  ^L 

The  crystals  niellM»d  burn  witli 
a  smoky  flame,  then  char, 
and  finally  burn  away,  leav- 
ing no  ash. 

Dissolves  with  evolution  of 
HCl,  solution  orange-yellow  .; 
diluted  with  water,  olive- 
green,  yellow-green,  yellow  ; 
on  heating,  cone,  solution 
becomes  dark  brown. 

Olive-green  solution  ;  on  heat- 
ing, emerald  green. 

Blue-violet  quantitative  precipi- 
tate, extracted  by  ether. 

The  solution  becomes  milky, 
eventually  milky-white. 

In  the  cold,  and  on  heating, 
quantitative  precipitate. 

Unchanged. 

Quantitative  violet-black  pre- 
cipitate with  metallic  lustre  ; 
on  heating,  partly  soluble 
(resinous). 

In  the  cold,  quantitative  violet 
precipitate ;  on  heating,  partly 
soluble. 

Fil^l^^  colourless ;  edges  of 
^^Raper  lilac. 

Reduced  with  difficulty  ;  filtrate 
becomes  pale  blue  ;  edges  of 
the  filter-paper  pale  blue- 
violet. 


NHoCl 


Green  powder  with  metallic  lustre. 

Alagenta-red  solution. 

Magenta-red  solution. 

Soluble  in  traces. 

Insoluble. 

Chars  and  leaves  no  ash. 


Orange-yellow  solution,  evolution 
of  HCl ;  diluted,  yellow ;  heated, 
brown -olive  ;  on  standing,  red- 
brown  flocculent  precipitate. 


Cold,  solution  yellow-brown  ;  hot, 

ruby-red. 
Cold,  complete  precipitation  ;  red 

hot,   yellow-brown    precipitate ; 

filtrate  colourless. 
Solution  pale  yellowish-red. 

Completely  precipitated,  brown- 
red. 

Cold,  slight  brown-red  turbidity  ; 
hot,  clear  magenta-red  solution. 

Cold,  completely  precipitated, 
brown-red ;  hot,  almost  clear 
orange-red. 

Cold,  partial  violet-red  precipita- 
tion, soluble  on  boiling. 

Rapidly  decolorised  on  boiling ; 
filtrate  colourless. 

Easily  reduced ;  filtrate  colour- 
less. 


m 
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Di-  and  Triphenylmethane  Dyestuf^s—cojitinued.  ' 


Acid. 


'Colouring  matter, 


Description,     . 

(Water, 
Alcohol,     . 
Ether, 
^Benzene,    . 

Heating  on  platinum 
foil. 

Cone.  H2SO4,  . 


Dil.  H2SO4,    . 

Sodium  hydrate, 

Ammonia, 

Tannin  reagent, 

Alum, 

Potassium  bichromate. 

Stannous  chloride,    . 

Zinc  dust   and   am- 
monia. 

Zinc  dust  and  acetic 
acid, 


Acid  green. 


/ 


\n(c,H5)oh^. 

-/  n.TT  s 


-eo 


CfiH-SOoNa 


HO-0^-— <r         ^SOsKa 

^/     \n(C2H5)CH2. 

^— /  CeH4S03Na 


Dark  green  pawder.  j. 

Readily  soluble  ;  green. 
Slightly  soluble. 
Insoluble. 
Insoluble. 


Acid  magenta — mostly 


/ 


/ 


HO-C 


Olive.    A* 


SOsKa 

I 

SOsKa 

>NH2 

SOsNa 

_i 

CH,      ^ 


Burns  away  and  leaves'  whito 
fusible  ash. 

Dissolves,  forming  dark  orange 
solution  ;  on  dilution,  becomes 
olive,  then  green  ;  on  heating, 
cone,  solution  becomes  dark 
olive-brown. 


On    standing 
paler. 


colour    becomes 


Becomes  colourless. 

Becomes  colourless. 

Unchanged. 

Unchanged. 

Unchanged. 

Unchanged. 

Readily  reduced  ;  filtrate  colour- 
less ;  on  addition  of  acetic 
acid,  becomes  green. 

Reduced  with  difficulty  ;  filtrate 
pale  green. 


Readily  soluble ;  magenta-red. 

Readily  soluble. 

Insoluble. 

Insoluble. 

Cakes  together,  burns  away,  and 
finally  leaves  a  white  fused  ash. 

Dissolves,  forming  dark  orange 
solution  ;  diluted,  carmine-red  ; 
on  heating,  cone,  solution 
becomes  olive-brown.  * 

Unchanged. 

Colourless  solution. 

Colourless  solution. 

Unchanged. 

Unchanged. 

Unchanged. 

Unchanged. 

Filtrate  colourless ;  on  addition 
of  acetic  acid,  colour  returns. 


R^^ 


with   difficulty  ;    filtrate 


« 
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Di-_and  Triphenylmethane  DyestuSs— continued. 

A  cid — continued. 


Colouring  matter, 


€f 


escription, 

Water, 

"I 

^  I  Alcohol, 

Ether, 

^Benzene, 


Heating  on  platinum 
foil, 


Co? 


'H2SO,, 


Dil.  H.2SO4,     . 

Sodium  hydrate, 

Ammoai^^   . 
QiiB^l^nt, 


Tan 


Alum, 


Potassium       bichro- 
mate, 
Stannous  cliloride. 

Zinc   dust   and   am- 
monia. 

Zinc  dust  and  acetic 
acid, 


Acid  violet  N. 


\ 


V. 


HO-Cr 


<i 


.N(CH3)2 
•N(CH3)o 


\      \n(CH3)CH2.C6H4 
~  SO.,Na 


et  powder. 


i- 


Jissolves  with  some  difficulty ; 

violet  solution. 
Somewhat  readily  soluble  ;  violet 

solution. 
Insoluble. 


Soluble  in  trai 


''^^^^^■pres, 
ilewl^pBRh.     ^^ 


Emits  white  \ 
leaves  fusibl 


Dissolves,  forming  brown  orange 
solution  ;  on  dilution,  dirty 
green  ;  with  much  water,  blue. 


Dirty  green  solution. 

On  heating,  decolorised,  and  a 
white  flocculent  precipitate  is 
formed.         * 

On  standing,  solution  becomes 
colourless. 

Strong  fluorescence,  partial  pre- 
cipitation in  the  cold. 

Partial  precipitation,  violet ;  on 
heating,  becomes  resinous  and 
acquires  copperylustre. 

Unchanged.         4^^ 

Almost  quantitative  violet  pre- 
;  Hltrate  paj^blue. 
educed ;      the    filtrate 

fess. 


Easily  reduced  ;  the  violet  colour 
is    gradually  restore^.^afci;he 
k  filtrate. 


* 


Patent  blue  V. 


/ 


-c 


OH 


\ 


\sO3iCa 


OsS 


Dark  blue  crystalline  powder. 

Readily  soluble  ;  greenish-blue. 

Somewhat  soluble. 

Insoluble.  ' 

Almost  insoluble. 

Emits    w 
bur 
ash 


1^^  vapour,    and    then 
burns  r^dly,  leaving  infusible 


Dissolves  with  some  difficulty ; 
solution,  olive-yellow  ;  on  dilu- 
tion, yellow  ;  on  heating,  cone, 
solution  becomes  darker. 

Olive-green  solution. 

Solution  becomes  bluer  ;*  on  heat- 
ing, blue  and  then  violet. 


Same  as  with  sodium  hydrate. 

Unchanged. 

Blue-green  solution. 

Partial  precipitat^,  yellow-green. 
Easily  reduced  ;  filtrate  colourless. 


Easily  reduced  ;  filtrate  colourless  ; 
on  boiling,  pale-green. 


m 


^SYNTHETIC   DYESTUFFS. 

Di-  and  Triphenylmethane  Dyestuffs— 

Acid — continued. 


0 


matter,' 


Heating  on  platinum 
foil. 


'V.nc.  H.JSO4,  . 

Dil.  J^Oa,     . 

Sodium  hydrate, 

Ammonia, 

Tannin  reagent, 

Alum, 

Potassium       bichro- 
mate, 

Stannous  chloride,   . 

Zinc   dust  and   ani- 
mooia,  j^ 

Zinc  dust  and  acetic 
acid, 


COTjtttt^. 


X- 


Sohtble  hluc.^ 

/     \NHC6H4SO3Na 


HO-C 


\ 


)NH06H4S03Na 
)iraC6H4S03Na 

Violet    crystals,    with     cop})ery 
lustre. 

Readily  soluble. 

Rfadily  soluble. 

Insoluble, 

Insolujjie. 


I'.mits  white  vapour 
matic  odour  ;  ch 
away,  Iea^'ing  wh 


Dissijl^es,  fori 
!v.]     solutit' 

''■'.■'.<:  :  on  lieatiug,  cone,  sola- 
i!   II  Incomes  blackish -brown. 


Unchanged. 

Dark  red  solution. 

Dark  red  solution. 
llnfiliauged. 
itjichanged. 
Unchanged. 


In  the  cold,  mostly  precipitated  ; 
on  heating,  partly  solul " 


Reduced  ;  filtrate  colourlflpif  oiv 
addition  of  acetic  acid,  violet 
colour.  ^ 

Reduced  with  great  ditficulty, 
requires  boiling  ;  iiltrate  jiale 
green. 


Methyl  alkali  blue.  *  ^^ 

/<(  _  VHCeH, 
HO  -  C—  \      NNHOgH,, 

^/     \NH0r,H4S0:jNa 

Blue.powder. 


mm". 

jm^HHRadi 


Som^HBI^dily  soluble. 

Soluble  in  tra«es. 

Insoluble. 

Melts,   puffs  up,  chars,   and  then 
r  Jwirns  away,  leaving  only  a  little 
Vhite  ash. 

issolves,  forming  red-brown  solu- 
tion ;  on  dilution,  blue  pj 
tate ;     ffttrate     colourlesa 
heating,J|ont;.   solutiou   V^^t- 
•  black.    V  v^ 

On  Ijeating,  quantitati^-('  1ln#%re- 
cipitate,  not  extracted  liy  etne 

On  heating,  becomes  dark  purple  ;1 
on  continued  boiling,  pale  r^d^ 

Same  as  with  sodiifm  hydrafei'  '   i^^^ 

On  heating,  partial  pro«*f»ftfttioii. 

Partial  pre.cipitui 

si^parates  more  i,..,.,jj„  „,„  v. 
Unchanged, 


On  heating,  quantitati 
•'    tated,  blue. 

Somewhat  ,■  quickly    decolorised 
filirate  pale  blue.  * 


th   difficul 

e  blue  coloui  niui 


The  corresponding  homo-d%*'    ^  e,-»r\\  always 'fi^^presenfr^! 


see  J).  84). 
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Pyronine  Dyestuffs. 


^^>V'-^ 


3^9 


Colouring  matter. 


Fast  add  violet  B. 


SOoNa. 


^,NC«H= 


OrH..HN,-" 


C 


5 

I 

Description, 
^.Water, 
Alcohol, 
Ether, 
-  'Beniene, 


,COON«' 


wder. 
.UarK  rose-red  solution. 
.^nk  solution. 


Heating  on  platinr 
..  foil,      • 


b 


ic.  H.SO4. 


M 


Dil.  H.,S04, 


Sodium  hj-drate, 


Ammonia, 


mare, 
Stannous  clil^ridf; 


Insolubl.'. 

Soluble  ill  traces. 

Emits  a  v»let,  then  a  brown 
vapour ;  nlelts  and  burns  away, 
leaving  a, fusible  white  ash. 

Orange-red  solution :  on  dilu- 
tion, red-vinlt'i  ;  on  standing, 
partial  precipitation,  bluish- 
red. 

Partial  precipitation,  violet-red  ; 
on  heating,  more  soluHe. 

Somewhat  redder. 

Somewhat  redder, 

mged. 
i^a|tial  precipit^^,  bluish-red.; 


Clear  solutia^^on  heating,  some- 
what palj 

In  the.  cold,  almost  completely 
precipitated,  bluish -red  ;  on 
heating,  somewliat  soluble. 


Fast  acid  bliie  K 

n 
OfiHs.HNf'  ^     Y     Y''  (OC2H5) 


s/NZ 


iCOONa 


Zitic   dust  and  am-  |  DecolorisJl  on  standing, 
monia, 


Zinc  dust  and  acetic- 
acid. 


Reduced  on  boiling ;  til 
once  become  pink, 


C^HgO      SOjVa 


Dark  blue  powder.  - 

Blue-violet  solution.  ^ 

Blue-violet  solution.  ■' 

Insoluble. 

i|Boluble. 

^ttits  and  leaves  a  quantily  of  grey 
''ash. 


Brown-red  solution  ;  on  dilution, 
completely  precipitated,  dark 
blue.  J  . 


In  the  cold,  completely  i)recipi- 
tated,  dark  blue  ;  -on  heating, 
slightly  soluble,  violet.   . 

Solution  in  the  cold,  violet ;  on 
heating  red-violet. ' 

Solution  violet  / 

Unchanged.  -^ 

« 

Partial  precipitation  ;  on  heating, 

dark  blue  ;  filtrate  violet-red. 

Dirty  olive-gi'een  solution. 


Almost  completely  precipitated, 
dark  blue  ;  filtrate  in  the  cold 
bluish  ;  on  heating,  pale  violet. 

Easily  reduced ;  filtrate  faint 
yellowish-red^,  on  addition  of 
acetic  acid,  pale  violet. 


Not  reduced. 


O 


/:> 
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Pyronine  By estufls— continued. 


Colouring  matter,     .  |  Uraninx. 

*     • 

Description,     . 

^Water, 
Alcohol,     . 


I  I  Ether,        .         . 

''Benzene,    . 

Heating  on  platinum 
foil. 


Cone.  H2SO4, . 


Dil.  H28O4,     . 

Sodium  hydrate, 
Ammonia, 
Tannin  reagent, 
Alum,      .         .   . 


Potassium       bichro- 
mate, 

Stannous  chloride,  . 


Zinc  dust  and  am- 
monia, • 

Zinc  dust  and  acetic 
acid. 


<ONa 


,COOKa 


Brown     crystals     with 
metallic  lustre. 


green 


Readily  soluble ;  yellow  with 
strong  yellow-green  fluor- 
escence. 

Readily  soluble ;  orange  with 
yellow-green  fluorescence. 

Insoluble. 

Insoluble^' 

kSwells  up  very  strongly,  melts, 
and  then  burns  away,  leaving 
fusible  ash.  . " 

Dissolves,  giving  a  yello*^olu- 

tion  with  gi'een  fluorescence ; 

.  on  dilution,  yellow  ;  the  cone. 

solution,  on  heating,  becomes 

dark  brown-red. 

Fluorescence  disappears  almost 
entirely. 

Unchanged. 

Ijh  changed.  ^^ 

Fluorescence  di^ppcars.^^ 

In  the  cold,  partial  precipitation, 
orange-yellow ;  on  heating, 
yellow  solution. 

Fluorescence  disappears. 


Eosine  A. 


Br       0       Br 


0 


COONa 


Crystals    with    reddish    metallic 
lustre. 

Very   readily   soluble ;    red    with 
yellow  fluorescence. 

Soluble  ;w#ry  strongly  fluorescent. 

Insoluble. 

Insoluble. 

Burns  away  slowly  and  gradually, 
and  leaves  a  white  fusible  ash.  . 


Dissolves,  giving  a  yellow  solutiOT; 
on  dilution,  quantitatively  pre- 
cipitated, orange-red  ;  the  cone, 
solution,  on  heating,  becomes 
dark  red. 


In  the  cold, 
quantitative 
cipitate,  extrac 

Unchanged. 


acted  h 


on  heating, 
ge-red  pre- 
by  ether. 


Unchanged 

Fluorescence  disappears. 
Partial  precipitat: 


Unchanged. 


• 


In  the  cold,  and  also  on  heating,  |  In   the  cold,   quantitative  bright 

partial   precipitation,  orange-  '  red  precipitate  ;  on  heating,  be- 

yellow.  i  comes  deeper  carmine-red. 

Quickly  reduced  ;  in  the  filtrate  (Juickly   reduced  ;    filtrate   brignt 

the  colqur  returns.  I  pink   with   strong  green   fluor- 


Quickly  reduced 
less. 


colour-  I  Somewhat  quickly  reduced ; 
^  filtrate  reddish  with  slight 
W       fluorescence. 


?. 
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Pyronine  Hyestuffs—conUmied. 


Colouring  matter, 


Description, 
_  ^  Water, 
^    Alcohol, 
;!  1  Ether, 
^Benzene, 


Heating  on  platinum 
foil. 


Cone.  H2SO4, 


Dil.  H,S04,    . 

Sodium  hydrate. 
Ammonia, 
Tannin  reagent. 
Alum. 


Potass' 
mate 


'tJP^ 


bichro- 


Stannous  chloride,    . 


Zinc   dust   and    am- 
monia, 


if  Zinc  dust  and  acetic 
acid. 


Eosine  scarlet  BB  extra. 
Eosine  BN. 

Br       0      Br 


C 


.COOK 


Brown  powder. 

Readily  soluble  ;  red  with  slight 

green  fluorescence. 
Readily    soluble;    carmine- red 

with  yellow  fluorescence. 
Soluble  in  traces. 

Soluble  in  traces. 

Explodes  slightly,  then  chars 
and  burns  away  with  difii- 
culty,  leaving  white  fusible 
ash. 

Dissolves  with  yellow  colour ; 
diluted,  quantitative  oi-ange 
precipitate  ;  on  heating,  cone, 
solution  becomes  dark  brown - 
red. 

Quantitative  orange  precipitate, 
extracted  by  ether. 

Unchanged. 

Unchanged. 

Fluorescence  disappears. 

In  the  cold,  partially  precipi- 
tated ;  on  heating,  pale  orange. 


Fluorescence  disappears. 


In  the  cold,  pale  orange-red 
quantitative  precipitate ;  on 
heating,  pale  red,  somewhat 
soluble. 

Quickly  reduced ;  filtrate  and 
edges  of  the  filter- paper  car- 
minered. 

Reduced  with  great  difficulty, 
even  on  boiling  ;  filtrate 
orange-yellow  (acetic  acid  pre- 
cipitates the  insoluble^acid). 


Erythrosine. 


I       0       I 


iCOOKa 


Brick-red  powder. 

Readily  soluble ;  very  slight  yellow- 
brown  fluorescence. 

Readily  soluble  with  slight  green- 
yellow  fluorescence. 

Soluble  in  traces. 

Soluble  in  traces. 

Emits  iodine  vapour,  then  chars, 
and  finally  leaves  a  fusible  white 
residue. 

Dissolves,  giving  dark  yellow  solu- 
tion ;  on  dilution,  quantitative 
orange-red  precipitate  ;  the  cone, 
solution,  on  heating,  becomes 
dark  red-brown  and  much  iodine 
is  given  off". 

Quantitative  scarlet  precipitate, 
extracted  by  ether. 

Unchanged. 

Unchanged. 

Unchanged. 

In  the  cold,  quantitative  bright  red 
precipitate ;  on  heating,  scarlet ; 
filtrate  yellow. 

Unchanged. 


Quantitative  red  precipitate. 


Quickly  reduced ;  filtrate  pale 
pink  with  strong  green  fluores 
cence  ;  edges  of  the  filter-paper 
yellow. 

Reduced  with  great  difficulty ; 
filtrate  yellowish  with  yellow - 
green  fluorescence. 
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Pyronine  Hyestuffs— continued. 


Colouring  matter, 


Description, 
/-Water, 
Alcohol, 
Ether, 
Benzene, 


Heating  on  platinum 
foil. 


Gone.  H.2SO4.  • 


Dil.  H2SO,,     . 

Sodium  hydrate. 
Ammonia, 
Tannin  reagent. 
Alum, 


Potassium       bichro- 
mate, 

Stannous  chloride,   . 


Zinc  ^dust  and   am- 
monia. 


Zinc  dust  and  acetic 
acid, 


Phloxine. 


Br 


Br 


'\/\/\/\ 


jONa 


BrI 


01/    ^cc 
oil     .Ici 


iCOONa 


01 

Yellow-brown  powder. 

Readily  soluble  ;   strong  yellow 

fluorescence. 
Readily    soluble ;     carmine-red 

with  strong  yellow  fluorescence. 
Soluble  in  traces. 

Soluble  in  traces. 

Emits  a  brown  vapour,  chars, 
and  then  burns  away,  leaving 
white  fusible  ash. 

Dissolves,  giving  dark  orange- 
yellow  solution  ;  on  dilution, 
quantitative  pale  red  precipi- 
tate ;  the  cone,  solution,  on 
heating,  becomes  red-brown. 

Quantitative  bright  red  precipi- 
tate, extracted  by  ether. 

Unchanged. 

Unchanged. 

Unchanged. 

In  the  cold,  bright  red  precipi- 
tate, almost  quantitative  ;  on 
heating,  bright  flesh  colour, 
quantitative. 

Unchanged. 


Quantitative  bright  red  precipi- 
tate. 

Quickly  reduced  ;  filtrate  pink 
with  strong  yellow  fluor- 
escence ;  edges  of  the  filter- 
paper  pink. 

Reduced  with  great  difiiculty  ; 
filtrate  almostcolourless  (acetic 
acid  precipitates  the  insoluble 
free  acid). 


!^^ 


Mose  Bengal  3B. 

I       0      I 


Brown -red  powder. 

Readily    soluble  ;     red     without 

strong  fluorescence. 
Readily  soluble  ;  carmine-red  with 

golden-brown  fluorescence. 
Insoluble. 

Soluble  in  traces. 

Emits  iodine  vapour,  then  chars 
and  finally  burns  away,  leaving 
fusible  white  ash. 

Dissolves  with  golden  -  brown 
colour ;  diluted,  quantitative 
flesh-coloured  precipitate ;  on 
heating,  cone,  solution  iodine  is 
given  off. 

In  the  cold,  and  on  heating,  quanti- 
tative flesh-coloured  precipitate, 
extracted  by  ether. 

Unchanged. 

Unchanged. 

Unchanged. 

* 

Almost  quantitative  brigiiired  pre- 
cipitate ;  on  heatJMJfcbecomes 
bright  flesh  colour.  ^^^ 

Unchanged.  ^^^ 


Quantitative  rose-red  precipitate. 


Quickly  reduced ;  filtrate  pale 
pink  with  strong  yellow-green 
fluorescence. 


Reduced  with  difficulty  ;  filtrate 
colourless  (acetic  acid  j)recipi- 
tates  the  insoluble  free  acid). 
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Pyronine  Dyestuffs — continued. 


Colouring  matter, 


Description, 

/Water, 

j^  j  Alcohol, 

Ether, 

VBenzene, 

Heating  on  platinum 
foil, 


Cone.  H2SO4,  . 

Dil.  H2SO4,     . 

podium  hydrate, 

Ammonia, 
Tannin  reagent. 
Alum,      .  ^      . 


Potassium       bichro- 
mate, 

Stannous  chloride. 


Zinc  dust   and  am- 
monia. 


Zinc  dust  and  acetic 
acid. 


Oallelne. 


,        OH    0        OH 

I       J         I         I 

\A/\/ 


iOH 


iCOOH 


Brown  paste. 

In  the  cold,  somewhat  soluble, 
bluish-red;  on  heating,  soluble, 
brown-red. 

Soluble ;  red-brown. 

Soluble  in  traces. 

Insoluble. 

After  the  evaporation  of  the 
water,  the  residue  melts, 
brown  vapour  is  emitted,  the 
mass  ignites  and  burns  away, 
leaving  no  ash. 

Dissolves,  forming  a  deep  yellow- 
brown  solution  ;  on  dilution, 
orange ;  on  heating,  cone, 
solution  becomes  dark  brown. 

On  heating,  a  deep  orange 
solution. 

Violet-blue  solution. 


Dirty  violet  solution. 


On  heating,   a  dark  violet-red 
solution. 

On   heating,    partially  precipi- 
tated. 

Quantitatively        precipitated ; 
pale  violet-red. 

Rapidly      decolorised ;     filtrate 
pale  yellow. 


Ooerulelne. 

„        OH    0        OH 

%XV/\/\oH 

I    I    I    r 
\/ 

Greenish-black  paste. 

In  the  cold,  insoluble  ;  on  heating, 
slightly  soluble,  pale  green. 

Somewhat  soluble  ;  blue-black. 

Insoluble. 

Insoluble. 

After  evaporating  the  water,  the 
black  residue  burns  away,  leaving 
no  ash. 


Dissolves  with  a  dark  brown 
colour ;  on  dilution,  almost 
quantitatively  precipitated, 

l)lackish-green. 

Slightly  soluble  on  heating. 


Olive-green    precipitate ;     filtrate 
pale  green. 

Olive-green  solution. 


On  heating,    a  green  precipitate ; 
filtrate  pale  green. 

On  heating,  almost  quantitatively 
precipitated. 


Quantitatively 
greenish-grey. 


precipitated. 


Rapidly  reduced ;  forms  a  red 
solution,  quickly  oxidising  to 
green   in  the  air. 
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Oxyketone  Dyestuffs. 


Colouring  matter,     . 


Description, 
[  Water, 
Alcohol, 
Ether, 
■  Benzene, 


Heating  on  platinum 
foil. 


Cone.  H2SO4,  . 

Dil.  H2SO4,     . 
Sodium  hydrate. 
Ammonia, 
Tannin  reagent, 
Alum, 

Potassium      bichro 
mate. 

Stannous  chloride, 

Zinc  dust  and   am- 
monia. 


Zinc  dust  and  acetic 
acid, 


Alizarine. 


CO     OH 


Brownish-yellow  paste. 

Almost  insoluble  (even  on  boil- 
ing)- 
Readily  soluble  ;  deep  yellow. 

Fairly  soluble ;  yellow. 

Fairly  soluble. 

After  evaporating  the  water,  the 
Alizarine  at  first  sublimes, 
then  chars  and  burns  away, 
leaving  no  ash. 

Dark  yellowish-red  solution  ;  on 
dilution,  yellow  precipitate. 

Unchanged. 

Violet  solution. 

Red-violet  solution. 


On  heating,  partly  dissolves  to 
form  orange  solution. 

On    boiling,    an     orange-brown 
precipitate. 

Unchanged. 


With  zinc  powder,  orange-red  ; 
on  filtering  and  warming  the 
filtrate  original  colour  restored. 


Alizarine  orange  G. 

CO     OH 


Yellow  paste. 

Slightly  soluble ;  brownish-red. 

Red-brown  solution. 

Fairly  soluble  ;  yellow-gi-een. 

Fairly  soluble ;  yellow -green. 

Brownish  -  yellow  dried  powder, 
melts  to  a  black  liquid,  sublimes, 
ignites,  and  finally  burns  away, 
leaving  no  ash. 

Brown-red  solution ;  on  dilution, 
almost  completely  precipitated. 

Unchanged. 

Dark  brown -red  solution. 

Dark  brown-red  solution. 


In  the  cold,  unchanged ;  on  heat- 
ing, an  orange-red  precipitate. 


Unchanged. 


In  the  cold,  unchanged  ;  on  boil- 
ing, brown  precipitate. 

Reduced  on  boiling ;  yellowish- 
green  ;  filtrate  ra{>idly  becomes 
dark  brown. 
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Oxyketone  Dyestvif^s— continued. 


Colouring  matter, 


Description, 

^  Water, 
Alcohol, 
Ether, 

^  Benzene, 


Heating  on  platinum 
foil, 


Cone.  H2SO4,  . 

Dil.  H2SO4,     . 

Sodium  hydrate, 

Ammonia, 

Tannin  reagent, 

Alum, 

Potassium  bichromate 

Stannous  chloride,    . 


Zinc  dust  and    am- 
monia. 

Zinc  dust  and  acetic 
acid. 


Alizarine  blue. 


CO     OH 


Greyish-blue  paste. 

Insoluble. 

Soluble  ;  greyish-blue  solution. 

Fairly  soluble  ;  reddish. 

Fairly  soluble  ;  red. 

After  the  evapor/tion  of  the 
water,  a  reddish  vapour  is 
emitted,  the  mass  then  chars 
and  burns  away,  leaving  no 
ash. 

Dissolves,  fonning  violet  -  red 
solution ;  on  dilution,  pale 
red  ;  on  heating,  cone,  solution 
becomes  dark  brown. 

In  the  cold,  dirty  brown  pre- 
cipitate ;  filtrate  pale  red. 

Forms  blue  solution  ;  with  excess 
of  alkali,  green. 

Forms  greenish-blue  solution. 


Blue-black])recipitate  on  heating. 
Blackish  precipitate. 
Blackish  precipitate. 


Reduces  to  red  solution  ;  filtrate 
reoxidised  to  blue  on  exposure 
to  the  air. 


Alizanne  green  S. 
CO     OH 


+  2NaHS0o 


Reddish  brown  paste. 

Red-violet  solution. 

Violet-red  solution. 

Soluble  in  traces. 

Soluble  in  traces. 

Carbonises     quickly,     leaving     a 
greyish-white  ash. 


Ruby-red  solution  ;  brown  precipi- 
tate on  dilution  ;  on  heating, 
becomes  darker. 


In  the  cold,  unchanged  ;  on  heat- 
ing, a  greenish-grey  precipitate. 

Ruby-red  solution. 

Ruby-red  solution. 

Slight  grey  precipitate. 

Violet  solution. 

Red-brown  solution. 

In  the  cold,  dirty  violet  turbidity  ; 
on  heating,  completely  precipi- 
tated, grepsh-green. 

Reduced  on  boiling,  brownish 
filtrate  at  once  becomes  dark 
red-brown. 


Z2>^ 
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Oxyketone  JiyQSt^xflS— continued. 


Colouring  matter, 


^ 


;^Rn 


Desictiption, 

Water, 

Alcohol, 

Ether, 

^Benzene, 

Heating  on  plat 
foil, 

Cone.  H2SO4,  . 


Dil.  H2SO4,     . 
Sodium  hydrate, 
Ammonia,     ■  . 

Tannin  reagent, 

Alum, 

Potassium       bichr(i- 
mate, 

Stannous  chloride,   . 

Zinc   dust  and  am- 
monia, 


Zinc  dust  and  acetic 
acid,  .. 


Alizarine  black  P. 

CO     OH 


N 

\y 

Greyish-black  paste. 

Somewhat  soluble ;  olive. 

Somewhat  soluble  ;  brownish. 

Slightlysoluble;  brownish-yellow, 

Soluble  in  traces. 

Dries,  forming  a  black  mass, 
which  melts,  gives  a  brown 
sublimate,  and  then  burns 
away,  leaving  no  ash. 

Dark  brown  solution  ;  on  dilu- 
tion, yellow-brown  precipi- 
tate ;  filtrate  orange. 

Brown  residue ;  filtrate,  when 
cold,  pale  yellow. 

Greyish-green  solution. 


In  the  cold,  brownish-black 
solution  ;  on  boiling,  reddish- 
black. 


Black  precipitate. 
Black  precipitate. 

Reddish-grey  precipitate. 

Reduced  on  boiling ;  filtrate 
brown -red,  rapidly  becoming 
darker. 


Acid  alizarine  blue  BB. 
OH    CO     OH 


,0H 
H0'\    /\    A    /'SCiNa 
OH    CO     OH 


Red -brown  powder. 

Soluble  with  a  carmine-red  colour. 

Slightly  soluble  ;  red. 

Soluble  in  traces. 

Insoluble. 

Melts  and    burns  away,    leaving 
white  ash. 


Dissolves,  forming  red-violet  solu- 
tion ;  on  dilution,  red. 


Red  solution  ;  unchanged  on  boil- 
ing. 

Blue  solution  ;   on  standing,  blue 
precipitate. 

Blue    solution  ;    not    precipitated 
on  standing. 


On  heating,  a  brick-red  precipitate ; 
filtrate  orange. 

Red-violet  solution. 

On  heating,  dark  brown  solution. 

Completely  precipitated,  red- violet. 

At  firat  a  blue  coloration  ;  then 
decolorised,  giving  a  colourless 
filtrate. 

Reduced,  forming  a  brick-red  solu- 
tion. 
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Oxazines  and  Thiazines. 


Colouring  matter, 


uet: 

Water,       . 

•iH 

Alcohol,    . 
Ether, 

^Benzene,    . 

MeldolcCs  blue. 


Heating  on  platinum 
foil, 


Cone.  H2SO4, 

Dil.  H.2SO4,     . 
Sodium  hydrate, 

Ammonia, 
Tannin  reagent, 

Alum, 

Potassium       bichro- 
mate. 

Stannous  chloride,    . 


Zinc   dust  and  am- 
monia. 


Zinc  dust  and  acetic 
acid. 


,C1 


/\/\/X/'^''°^^^' 


(zinc  chloride  double  salt). 
Violet,  crystalline. 


Readily  soluble. 

Sparingly  soluble. 

Insoluble. 

Insoluble. 

Emits  white  vapour,  burns  with 
crepitation,  chars,  and  finally 
burns  away,  leaving  a 
quantity  of  infusible  ash  (zinc 
oxide). 

Dissolves,  with  evolution  of 
HCl ;  solution  brown  ;  on 
dilution,  blue. 

Unchanged. 

On  heating,  completely  de- 
colorised ;  brown  precipitate. 


On     heating,     completely     de- 
colorised ;  brown  precipitate. 

Blue  precipitate. 


Unchanged. 
Unchanged. 


On  heating,  quantitative  blue 
precipitate. 

Easily  reduced  ;  filtrate  colour- 
less ;  on  addition  of  acetic 
acid,  colour  restored. 

Quickly  reduced  ;  filtrate  colour- 
less, slowly  becoming  blue. 


Methylene  blue. 
(CH3)2Ns 


^N(CH3)2C1 


Small      crystals     with      greenish 
metallic  lustre. 

Readily  soluble. 

Readily  soluble. 

Insoluble. 


Insoluble 


a  ■■■paMf-  vapour,   burns 
a  smoky  name,  chars,  and 

then  burns   away,    leaving    no 

ash. 


Dissolves  witluli'olution  of  HCl 
solution     gB^-green ;     diluted 
with  water,  ^le. 

Unchanged. 

Violet-blue  solution ;  excess  of 
strong  caustic  soda  produces 
precipitate  ;  extracted  by  ether. 


# 


nged. 


Quantitative  blue  precipitate, 
somewhat  soluble  on  boiling. 

Unchanged. 

Quantitative  red  -  brown  pre- 
cipitate ;  on  heating,  olive- 
green,  partly  soluble. 

Quantitative  dirty  blue  precipitate, 
becoming  colourless  on  heating. 

Quickly  reduced  ;  the  filtrate  and 
edges  of  the  filter-paper  rapidly 
become  violet.  --1. 


Easily  reduced  ;  filtrate  and  edges 
of  the  filter-paper  rapidly  become 
blue. 


am 
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Oxazines  and  Thiazines — continued. 


Colouring  matter, 


Description, 
^  Water, 
Alcohol, 
Ether, 
Benzene, 


Heating  on  platinum 

foil,  ilk 


Cone.  H2SO4,  . 

Dil.  H2SO4,     .  I 

Sodium  hydrate, 

Ammonia, 
Tannin  reagent, 


Alum, 

Potassium      bichro- 
mate, 


Stannous  chloride. 


Zinc  dust    and  am- 
monia. 


Zinc  dust  and  acetic 
acid. 


Toluidine  blue  0. 


N 
(zinc  chloride  double  salt). 

Dark  olive-green  powder. 

Blue  solution. 

Blue-violet  solution. 

Soluble  in  traces. 

Insoluble. 

Melts,  swells  up,  emits  much 
strongly  smelling  vapour,  and 
finally  burns  away,  leaving  a 
residue  of  zinc  oxide. 

Green  solution,  HCl  evolved ; 
on  dilution,  blue-green  ;  cone, 
solution,  on  heating,  violet- 
black  ;  diluted,  red-violet. 

Unchanged.        JH^ 

In  the  cold,  almost  quantitative 
brown  -  violet  precipitate  ; 
mostly  soluble  on  boiling. 

Slight  dark  violet  precipitate ; 
filtrate  violet. 

In  the^Rl,  almost  quantitative 
dark  blue  precipitate,  slightly 
soluble  on  heating. 

Unchanged. 

In  the  cold,  complete  precipita- 
tion, dark  brown  ;  on  heating, 
almost  clear  green  solution. 

In  the  cold,  almost  complete 
precipitation,  {)ale  blue ;  on 
boiling,  decolorised. 

Easily  reduced,  colourless ; 
filtrate  at  once  becomes  red- 
violet. 

Easily  reduced,  colourless  ;  fil- 
trate at  once  becomes  pale 
blue. 


Methylene  green. 
(CH3)2N. 


\/- 


N(CH3)2C1 


N     NO, 

(zinc  chloride  double  salt). 

Dark  brown  powdei-,  • 

Readily  soluble  -,:blue-green. 

Readily  soluble. 

Insoluble. 

Insoluble. 

Emits  a  little  gi'eenish  \  apour  and 
swells  up,  then  burns  away, 
leaving  residue  of  ZnO. 


Dissolves  with  evolution  of  HCI ; 
solution  bluish-green  ;  diluted, 
greenish-blue  ;  on  heating,  cone, 
solution  becomes  black-violet. 

Unchanged. 

Almost  quantitative  violet  pre- 
cipitate, extracted  by  ether. 


Partial  precipitation,   blue-black  ; 
extracted  with  ether. 

Quantitative    blue-green     preciju- 
tate,  dissolves  on  heating. 


Unchanged. 

Completely    precipitated,    brown- 
black. 


Quantitative  dirty  gn>(>ii  iin'oijii 
tate,  which,  on  fiUcrini,',  ijuickly 
becomes  paler. 

Quickly  reduced  ;  the  filtrate  and 
edges  of  the  filter- [japer  rapidly 
become  violet. 

Reduced  with  some  difficulty, 
filtrate  and  edges  of  the  filter- 
pai)er  rapidly  become  blue. 
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Safpanines  and  Indulines. 


Colouring  matter, 


Description, 
Water, 
Alcohol, 
Ether, 
Benzene, 


Heating  on  platinum 
foil. 


Cone.  H2SO4, 

Dil.H^SO,,     . 

Sodium  hydrate, 

Ammonia, 

Tannin  reagent. 

Alum, 

Potassium       bichro- 
mate, 

Stannous  chloride,   . 

Zinc  dust  and    am- 
monia, 

Zinc  dust  and  acetic 
acid. 


Brown  powder. 

Readily  soluble  ;  red  solution. 

Readily  soluble  ;  red  with  yellow 

fluorescence. 
Insoluble. 

Insoluble. 

A  red  vapour  is  given  off ;  the 
mass  melts,  ignites,  chars, 
and  finally  burns  away,  leav- 
ing no  ash. 

Dissolves  with  evolution  of 
HCl,  solution  green  ;  diluted, 
becomes  blue,  ■  violet,  and 
finally  red  ;  theconc.  solution, 
on  heating,  becomes  blackish- 
olive. 

Partial  dirtv  orange -red  pre- 
cipitate ;  dissolves  on  heating. 

Partial  red-brown  precipitate, 
extracted  by  ether. 

No  precipitate. 

Partial  precipitation  of  the  lake. 

Unchanged. 

Quantitative  red  precipitate, 
more  soluble  on  heating.  1 

Partial  buff-coloured  precipitate  ;  ! 
dissolves  on  heating. 

Easily  reduced ;    the  colour    is  ! 
restored  immediately.  | 

Easily  reduced ;  the  colour  is 
restored  immediately. 


Methyletie  violet. 

I        I        I      J 

I 

Brown  powder. 

Soluble  with  wine-red  colour. 

Soluble  with  wine-red  colour. 

Soluble  in  traces. 

Insoluble, 

Puffs  up  strongly,  emitting  a 
violet  vapour,  chars,  and  finally 
burns,  leaving  no  residue. 


Dissolves  with  evolution  of  HCl, 
gi'een  solution  ;  on  dilution,  be- 
comes blue,  then  violet,  and 
finally  wine-red. 


Somewhat   darker   and  bluer    on 
heating. 

In  the  cold,  little  change  ;  on  heat- 
ing, colour  base  slowly  separates. 

Unchanged. 

Partial  red-violet  precipitate. 

Unchanged. 

Brown    precipitate,    which  redis- 
solves  on  boiling. 

Fine  red-violet  precipitate. 
Colour  incompletely  destroyed. 


Reduced  to  a  bright  yellow  solu- 
tion ;  partially  restored  on  ex- 
posure to  the  air. 
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Safranines  and  Indwlines— continued. 


Colouring  matter,     .  I  Azine  scarlet  G. 


Description, 

^  "Water, 
Alcohol, 
Ether, 

^Benzene, 


Heating  on  i)latinum 
foil, 


Cone.  H2SO4,  . 
Dil.  H2SO4.     . 

Sodium  hydrate, 

Ammonia, 
Tannin  reagent. 

Alum, 

Potassium       bichro- 
mate, 

Stannous  chloride,  . 


Zinc   dust  and   am- 
monia. 


Zinc  tlust  and  acetic 
acid, 


CKCH  ).;PSf 


Brown  powder. 


red 


Readily    soluble,    boiling 

solution. 
Readily  soluble  ;     the   solution 

exhibits  a  strong  fluorescence. 
Insoluble. 

Insoluble. 

Carbonises  and  leaves  little  ash. 


HCl  evolved  ;  blue-green  solu- 
tion ;  on  dilution,  partial  red- 
brown  precipitate. 

In  the  cold,  red  turbidity  ;  on 
boiling,  original  colour  re- 
stored. 


Unchanged. 


Unchanged. 

Scarlet-red  precipitate,  dissolves 
on  boiling. 

Unchanged. 


Brown  j)recipitate,  insoluble  on 

iHalin.r. 


Com])lete     j)recipitation,     dirty 
red. 


Solution  rapidly  decolorised ; 
filtrate  colourless  ;  colour 
more  or  less  restored  on 
exposure  to  air. 

Solution  quickly  reduced ;  on 
exposure  to  air  the  colour  is 
more  or  less  restored. 


Induline  (spirit  soluble). 


See  page  145. 


Brown  black  powder. 

Sparingly  soluble  ;  violet. 

Dark  violet  solution. 

Red  solution. 

Red  solution. 

Melts,  swells  uj),  emits  violet 
vapours,  chars,  and  finally  burns 
away,  leaving  no  ash. 

Blue-violet  solution  ;  diluted, 
violet ;  on  standing,  partial 
violet  precipitate. 

Unchanged. 


In  the  cold,  completely  pre- 
cipitated, red  ;  on  boiling,  some- 
what soluble. 

The  same  as  with  sodium  hydrate. 

Completely  precipitated,  violet. 


In  the  cold,  partial  precipitation, 
violet ;  on  heating,  clear  violet 
solution. 

In  the  cold,  eoniplLtely  pre- 
cipitated, brown  -  violet ;  the 
precij)itate  almost  entirely 
soluble  on  boiling. 

In  the  cold,  almost  completely 
precipitated,  violet ;  on  heating, 
partly  solulile. 

Decolorised ;  filtrate  at  once  be- 
comes pink  ;  with  acetic  acid, 
violet-red. 


Reduced,  yellow  ;  filtrate  remains 
yellow-brown. 
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The  examination  of  unknown  dyestuffs. — F  ^  ihe  purpose  of  detecting 

the  composition  of  an  unknown  dyestufF  or  a  mixture  \n  dyestuft's,  the  method  of 
Rota  {Chem.  Zeit.,  1898,  437),  which  depends  on  the  behaviour  of  dyestuffs  when 
treated  with  a  solution  of  SnClo  +  HCl,  is  of  value.  When  the  dyestuflt'  is  treated 
with  a  dilute  solution  of  this  reagent  (1  :  10,000)  until  the  boiling-point  is 
reached,  only  members  of  certain  classes  are  reduced,  these  being  derivatives  of 
mono-  and  diimido-quinones,  while  those  derived  from  a  quinone  containing  one 
diatomic  carbon  group  instead  of  an  oxygen  atom  in  the  quinone  ring  are  not 
reduced. 

Thus  the  reducible  colours  are  derivatives,  such  as  nitro-,  nitroso-,  azo-,  and 
quinoneimide  colours  of  ^ 

0  =  R  =  N'-  or  -N  =  R=N- 

oximidoquinone  diimidoquinone. 

Those  not  reducible  are  the  following,  such  as  the  oxyquinone  and  tri- 
phenylmethane  dyestuffs  : — 

0=R=C=  and  -N=^-^C= 

oxycarboquinone  imidocarboquinone. 

If  the  solutions  reduced  by  SnClo  are  examined,  it  is  found  that  some  of 
them,  after  adding  a  few  drops  of  ferric  chloride,  or  even  by  shaking  the  solution, 
previously  neutralised  with  KOH,  in  air,  remain  unchanged  ;  while  others  are 
oxidised  to  the  original  colour. 

The  former  are  the  nitro-,  nitroso-,  and  azo-colovirs,  which  yield  stable  amines 
on  reduction ;  the  latter  are  the  quinoneimide  derivatives,  yielding  leuco-bases 
which  are  easily  reoxidised. 

The  unreducible  colours  can  be  divided  into  two  groups  according  to  whether 
they  are  derived  from  oxycarboquinone  or  imidocarboquinone.  To  the  latter 
belong  the  Magentas,  Acridines,  etc.,  which,  when  warmed  in  aqueous  solution 
with  KOH,  are  decolorised  or  precipitated  ;  the  former,  by  reason  of  their  acid 
character,  yield,  with  alkalies,  bright-coloured  salts  which  are  usually  soluble. 

The  dyestuffs  can  be  thus  divided  into  four  classes,  to  which  two  or  three 
large  groups  with  similar  chromopbores  belong. 

The  further  division  of  these  dyestuffs  into  single  families  is  founded  on  the 
different  nature  of  the  salt-yielding  groups  in  them.  The  question  whether  the 
dyestuffs  contain  amido-  or  imido-groups,  carboxyl  or  sulphonic  groups,  has  then 
to  be  dealt  with.  For  this  purpose  the  use  of  ether  and  the  different  fibres 
(cotton,  wool,  etc.)  is  of  great  service. 
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A.  Classilication  of  the  Org-anic  Dyestuffs. 

A  portion  of  the  aqueous  or  dilute  alcoholic  solution  of  the  dyestutf  is  treated  with  HCl 
and  then  with  SnCLj.* 


It  is  completely  decolorised  : — 

Reducible  Di/estuffs.f 

The  decolorised  soluti^  is  treated  with 
FeClj  solution,  orwithaii',  after  neutralisa- 
tion with  KOH"(or  sodium  acetate). 


The  solution  remains 
colourless. 


Dyestuffs  not  t-eoxi- 
dised  after  reduc- 
tion. 

Class  I. 


The  original  colour  is 
restored. 


Dyestuffs    i-eoxidised 
flier  reduction. 


Class  II. 


The  colour  does  not  alter,  and  remains  the 
same  as  with  HCI  alone. 

Non-reducible  Dyestuffs. 

A  portion  of  the  original  solution  is  treated 
with  a  20  per  cent,  solution  of  KOH  and 
waVmed. 


The  solution  is  de- 
colorised, or  a  pre; 
cipitate  is  formed. 

Quinoneimido  -  dye- 
stuffs. 


No  precipitate  is 
formed,  and  the 
liquid  becomes  in- 
tensely coloured. 

Quinone  dyestuffs.  • 


Class  III. 


Class  IV. 


*  The  aqueous  or  alcoholic  solution  should  contain  '1  part  of  dyestuff  in  10,000  parts 
solvent,  and  5  c.C;.  of  this  mixed  with  4-5  drops  of  concentrated  hydrochloric  acid  and  then  with 
a  similar  quahtity  of  SnCL,  (10  i>er  cent,  solution  .prepared  by  dissolving  tpnin  hydrochloric  acid). 
Tlic  mixtm-e  should  be  sliaken  and,  if  necessary,  heated  to  boiling.  If  decolorisation  is  only 
partial,  more  tin  solution  may  be  added,  or  the  dye  solution  may  be  further  (liluted. 

t  Certain  induliiies  are  only  decolorised  with  difficulty,  and  do  not  give  pompletely  colour- 
less solutions.  \ 


After  having  separated  the  colours  accord^ijg  to  the  foregoing  tfMble,  their 
identification  is  much .  simplified  by  the  he^  of  the  detailed  properties  and 
reactions  of  typical  dyestuffs  already  given.^  For  the  detection  of  bromine  or 
k>dine  the  solution  of  the  dyestuff  is  boiled  with  zinc  dust  and  KOH,  and 
the  filtered  solution,  after  being  acidified  Avith  acetic  acid,  tested  with  chlorine 
water  or  starch  .solution.  The  dyestuff  may  alsa  be  ignited  with  CaO,  the 
residue  treated  with  nitric  acid,  and  the  halogen  in  the  solution  tested  for- in 
the  usual  way.  To  ^determine  the  presence  of  sulphur,  in  order,  for  instance, 
to  distinguish  between  the  thiazines  and  the  oxaziiies,  the  substance  is.  melted 
\yith  nitre  and  the  melt  tested  for  sulphuric  acid. 

In  case  the  colour  can  be  reduced,  the  tin  is  removed  by  treatment  with 
H.,S  and  the  product  examined.  Thus  the  azo-cornpounds  yield  a  mixture  of  at 
least  two  primary  amines,  according  to  the  equation 

R    N  =  N-Ri  +  2H,  =  R-NH2  +  Ri-NH2 

These  can  sometimes  be  e^ily  separated  by  ether ;  the  reduced  solution  is 
treated  with  H.,S  to  remove  tin,  and  the  solution  rendered  alkaline  with  KOH, 
extracted  with'  ether,  which  dissolves  the  non-sulphonated  aficiine,  while  the 
sulphonated  amine  remains  in  the  aq\uous  solution.  The  latter  can  often  be 
combined  with  certain  diazo-salts,  giving  a  definite  dyestuff  which  may  easily 
be  recognised. 

^  More  information  on  this  sulyect  can  l)c  obtained  from  such  books  as  Green,  Oryanic 
Onhuring  Matters,  and  Lchno  and  Schultz,  Tabcllar.  Uehcraicht  i^jr  kiinstl.  organ.  Farbstoffe 
mit  aivjcf.  Mustern,  etc. 
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When  a^a?'adiamine  is  obtained  (by  the  reduction  of  an  amidoazo-compound), 
this  is  recognised  by  the  thiazine  reaction,  i.e.  treating  the  solution  (free  from 
tin)  with  HCl  and  PeClg  in  presence  of  HoS. 

A^aradiamine  is  also  obtained  by  the  reduction  of  a  (Zisazo-dyestuff ;  thus, 
,     for  instance,  Sudan  III  [A]  on  reduction  gives 

\n  =  N.CioH6(OH)  3  (4)  ^Ntt,  (4)  .  ^NIL, 

In  the  case  of  a  dyestuff  containing  no  amido-group,  this  reaction  is  helpful 
in  distinguishing  between  a  monoazo-  and  a  cZzsazo-dyestuff. 

.  It  is  also  possible  to  decide  whether,  when  an  SO3H  group  is  present,  this  is 
in  the  middle  or  one  of  the  end  radicles,  for  the  thiazine  formed  from  a  non- 
sulphonated  diamine  is  soluble  in  ether  (in  presence  of  EJiPH),  while  that  from 
a  diamine  containing  a  sulphonic  acid  group  remains  in  the  aqueous  solution. 

The  examination  of  mixtures  of  dijestuffs. — The  difficulty  of  detecting  and 
identifying  dyestuffs  is  much  increased  in  the  case  of  mixtures.  A  preliminary 
examination  may  be  made  by  examining  the  powder  under  a  microscope,  or 
blowing  a  little  of  the  powder  upon  sulphuric  acid  or  moistened  filter-paper,  etc. 
Separation  by  means  of  water  or  alcohol  may  be  tried,  although  mixtures  of  dye- 
stuffs  usually  resist  this  method  of  separation,  owing  to  the  sim^drity  of  the 
components.  '' 

Much  use,  however,  may  be  made  of  ether  and  wool  in  this  examination. 
The  free  base  of  a  basic  colour  is  easily  extracted  from  its  alkaline  solution  by 
ether  or  wool.  In  the  case  of  an  acid  dyestuff,  the  colour  acid  is  liberated  by 
meaps  of  a  stronger  acid,  and  then  the  colour  (in  the  form  of  the  free  acid)  is 
extracted  with  ether  or  wool. 

Both  agents  should  be  used,  as  some  dyestuffs  which  are  extracted  with 
'    ether  do  not  dye  wool. 

Separation  by  means  of  ether. — The  object  of  this  is  chiefly  to  distinguish 
between  basic  and  acid  dyestuffs.  The  former  are  extracted  with  ether  from 
their  dilute  alkaline  solutions,  w^hile  the  latter  remain  in  the  aqueous  solution. 
The  operation  is  carried  out  as  follows  : — 100  c.c,  of  the  aqueous  solution  of  the 
dyestuff  is  treated  with  1  c.c.  of  a  20  per  cent.  KOli  solution  and  shaken  with  three 
t^es  its  volume  of  ether ;  this  shaking  is  repeated  with  fresh  ether  until  the 
latter  is  no  longer  coloured  even  after  acidifying  it  (the  ether)  with  acetic  acid. 
The  aqueous  alkaline  solution  of  the  acid  dvestuff  is  neutralised  with  acetic 
acid  and  put  aside  for  later  examination.  The  ethereal  solution  of  the  colour- 
base  is  washed  with  an  equal  volume  of  very  slightly  alkaline  water,  and  finally 
shaken  with  one-third  its  volume  of  5  per  cent,  acetic  acid.  This  acid  sohition  is 
withdrawn  from  the  ethereal  layer  and  evaporated  on  the  water-bath  ;  the  residue 
contains  tlie  basia  dyestuff.  Occasionally  the  dyestuff  remains  undissolved  by 
the  acetic  acid,  in  Vhich  case  the  ethereal  solution  remains  coloui'ed  and  must  be 
evaporated  on  the  water-bath  in  order  to  obtain  the  colour-base.  A  very  few 
neutral  dyestuffs  are  also  extracted  by  ether,  e.g.  Quinoline  yellow,  Indophenol 
blue  (spirit  soluble),  the  different  Sndans,  etc.  All  these  are  insoluble  in  water 
and  soluble  in  alcohol ;  they  are  extracted  by  ether  even  from  their  acid  solutions 
and  also  remain  dissolved  after  treatment  with  water  or  dilute  acid. 

^  In  the  extraction  of  basic  colours  with  ether  it  is  not  entirely  immaterial 
whichf  alkali  is  used  ;  all  bases  are  set  free  by  po^ush.  Other  alkalies,  such  as,  e.g., 
ammonfe,  are  not  in  many  cases  sufficiently  strong.  OWier  bases,  again,  are 
readily  extracted  by  ether  in  th|^  absence  of  any  alkali.  Thus,  for  instance, 
Safranine,  which  is  a  very  sti;ongbcise,  requires  the  usd^of  potash,  while  Magent^ 
is  liberated  by  ordinary  ammonia  ;  others,  such  as  tHI  Indulines,  Oxazines,  an 
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Acridine,  are  set  free  by  very  dilute  ammonia;  and  finally  such  colours  as 
Chrysoidine,  Bismarck  brown,  Rhodamine  S  [By],  Victoria  blue,  etc.,  are  dis- 
sociated in  their  aqueous  solution,  and  the  base  passes  into  the  ether,  while  the 
acid  remains  in  the  water.  This  difference  is  made  use  of  in  analysis.  The 
dilute  aqueous  solution  is  first  extracted  with  ether,  and  the  extraction  continued 
(with  fresh  ether)  after  adding  successively  1  per  cent,  ammonia,  concentrated 
ammonia,  and,  lastly,  20  per  cent,  potash.  A  further  separation  depends  on  the 
different  solubilities  of  bases^  in  water  and  ether.  When  the  ethereal  solution  is 
shaken  with  an  equal  volume  of  water,  some  bases  pass  into  the  latter,  while 
others  remain  dissolved  in  the  ether.  In  this  way  it  is  possible  to  separate 
Acridine  yellow  from  the  very  similar  dyestuff  Phosphine. 

The  bases  remaining  dissolved  in  the  ether  can  be  separated  by  extracting 
with  5  per  cent,  acetic  acid ;  some  are  dissolved  and  can  be  recovered  from  the 
acid  solution,  while  otjjers  remain  behind. 

The  acid  dyestuffs  which  were  not  extracted  from  the  alkaline  solution  by 
ether  are  separated  by  similar  methods.  The  neutral  solution  is  acidified  with 
hydrochloric  or  sulphuric  acid  and  extracted  with  ether ;  the  non-sulphonated 
acids  are  dissolved,  while  most  of  the  sulplionated  ones  remain  behind.  Some, 
howevei-,  of  the  latter  are  partly  soluble  in  ether,  e.g.  Roccelline,  Ponceau  G  [B], 
Wool  black,  Azoflavine,  etc.  This  latter  difficulty  is  overcome  by  the  use  of  1  per 
cent,  acetic  acid,  instead  of  the  mineral  acid,  when  the  sulphonated  acids  remain 
entirely  undissolved  by  the  ether. 

The  acid  dyestuffs  can  thus  be  divided  into  three  classes,  viz.  : — (1)  Soluble  in 
ether  in  presence  of  1  per  cent,  acetic  acid ;  (2)  soluble  in  ether  in  presence  of 
hydrochloric  or  sulphuric  acid  ;  (3)  insoluble  in  ether. 

By  this  means  we  can  separate  Erythrosine  [B]  from  Roccelline  and  Bordeaux 
B  [A],  also  Direct  yellow  [A]  from  Congo  brown  R  [A]  and  from  Congo  red  [A]. 

If  the  mixture  consists  entirely  of  acid  dyestuffs,  we  obtain  a  fourth  class, 
viz.  : — those  dyestuffs  which  are  extracted  by  ether  from  the  neutral  solution, 
e.g.  Sudan  I.  [A]  and  Sudan  G  [A].  In  this  way  Sudan  G  [A]  can  be  separated 
from  Victoria  yellow,  etc.  The  ethereal  solution  can  in  this  case  be  washed  with 
water  in  order  to  obtain  a  farther  separation,  as  already  indicated ;  thus,  e.g., 
Picric  acid  is  distinguished  from  Martins'  yellow  (the  free  dinitronaphthol  is  only, 
very  slightly  soluble  in  water),  and  Diamond  black  from  Naphthol  orange. 

Separation  of  dyestuffs  hy  loool. — If  the  separation  by  ether  cannot  be  carried 
out,  the  separation  by  wool  is  adopted.  This  fibre  fixes  all  basic  colours  in 
weakly  alkaline  or  neutral  bath,  while  the  acid  colours  remain  in  solution. 
This  is,  of  course,  equally  a  separation  of  acid  and  basic  dyestuffs. 

The  method  of  working  is  as  follows: — To  100  c.c.  of  a  solution  of  the  dye- 
stuff'  (1  :  1000)  4-5  drops  of  ammonia  are  added,  and  then  a  skein  of  wool  put  in 
and  the  solution  heated  to  boiling  for  three  to  five  minutes.  More  wool  may  be 
put  in  as  long  as  the  colour  is  extracted.  The  dyed  wool  is  washed  with  boiling 
ammonia  water,  then  with  pure  water,  and  lastly  extracted  hot  with  5  per  cent, 
acetic  acid  ;  this  solution  is  evaporated  on  the  water-bath,  yielding  the  basic  dye- 
stuffs.  When  a  mixture  of  the  latter  is  present  in  the  original  powder,  a 
separation  may  often  be  brought  about  by  dyeing  the  wool  fractionally,  varying 
the  strength  of  ammonia  or  acetic  acid,  etc. 

The  separation  of  the  acid  dyestuffs  is  carried  out  as  follows: — A  0"1  per 
cent,  solution  of  dyestuff  is  prepared,  and  to  each  100  c.c.  are  added  3-4  drops  of 
concentrated  hydrochloric  acid.  '^^\vi  solution  is  boiled  and  the  skein  dipped  in 
and  stirred  for  three  to  five  minutes  ;  a  .second  and  a  third  skein  may  be  added  till 
the  last  is  no  longer  coloured.  The  direct  colours  are  in  this  way  absorbed  by 
the  wool,  the  indirect  being  left  in  the  bath.  The  dyed  skeins  are  washed  with 
weakly  acid  water,  then  with  pure  water,  and  finall^v  extracted  with  a  boiling  5  per 
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cent,  ammonia  solution.  From  the  latter  the  ammonia  is  boiled  off  and  the  direct 
colours  are  left  in  the  neutral  solution. 

As  some  indirect  dyestuffs  are  slightly  fixed  by  wool,  the  dyeing  experiment 
must  be  repeated  with  the  solution  thus  obtained. 

In  this  way  it  is  possible  to  separate 

Direct,  .         .  (  Bordeaux  B  [A],     f  Biebrich  scarlet,     j  Acid  yellow  [A]. 

Indirect,       .         .  |  Eriocyanine.  (  Cochineal.  j  Turmeric. 

If  the  dyeing  be  carried  out  first  in  neutral  solution  and  then  in  acid  solution, 
we  can  distinguish  between 

Fixed  in  neutral  bath,  .         .  (  Alkali  violet  [B].  (  Acid  violet  4BN. 

,,      acid  ,,       .         .  (  Ponceau  6RB  [A].        (  New  coccine  [A],  etc. 

If  the  dyeing  is  carried  out  in  a  strongly  acid  solution  (1  c.c.  HCl  to  200  c.c. 
solution),  the  following  separation  is  possible  : — 

Fixed  in  strongly  acid  bath,  .         .  (  Bordeaux  S  [A].       (  Bordeaux  B  [A]. 
„        weak  „  ,         .  (  Orange  G  [A].  (  Methyl  orange. 

In  each  case  the  wool  is  washed  with  pure,  weak,  or  strongly  acidified  water 
according  to  the  nature  of  the  bath,  and  afterwards  extracted  with  hot  dilute 
ammonia. 

In  case  a  separation  cannot  be  effected  by  means  of  either  ether  or  wool, 
cotton  should  be  tried.  Among  the  colours  dyeing  cotton  direct  are  Pyronine, 
Rhodamine  (partly),  Thioflavine  among  the  basic ;  and  Curcumine,  the  tetrazo- 
dyestuffs,  Clayton  yellow,  etc.,  among  the  acid  dyestuffs.  The  separation  is 
effected  by  boiling  for  ten  minutes  in  a  neutral  or  soap  bath,  the  cotton  being 
finally  washed  well  with  boiling  water.     In  this  way  can  be  separated 

Direct  for  cotton,  .         .  j  Carbazol  yellow  [B].  (  Cotton  yellow  R  [B]. 

Indirect        „  ,         .  (  Diamond  yellow  R  [By],      )  Phloxine  B  [B]. 

A  separation  may  often  be  brought  about  by  altering  the  reaction  and  con- 
centration of  the  dye-bath.  Thus  in  a  slightly  acid  bath  (HCl)  the  following 
two  dyestuffs  can  be  separated  : —  ? 


Easily       fixed,         .         .         .-4  Brilliant  Congo 
Difficultly  „  .         .         .  I  Brilliant  yellow 


"When  all  the  above  methods  fail,  different  solvents  may  be  tried,  e.g. 
petroleum  ether,  amyl  alcohol,  chloroform,  etc.  The  first  of  these  can  be  used 
for  separating  Eosine  from  Martius'  yellow. 

The  following  are  the  special  tables  worked  out  by  Rota  for  carrying  cut  this 
method  of  analysis  :  — 


[Table  B. 
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CHAPTEE  XXXIV. 

INVESTIGATION  OF  DYESTUFFS  ON  THE  FIBRE. 

The  large  number  of  synthetic  dyestufFs,  and  the  use  of  various  members  of 
them  for  the  production  of  different  shades,  renders  any  identification  of  them 
on  the  fibre  an  extremely  difficult  and  sometimes  impossible  task. 

It  is  impossible,  for  instance,  to  determine  the  exact  nature  of  the  various 
dyestuffs  which  have  been  used  to  produce,  say,  a  black  or  a  green  upon  the 
fibre  ;  but  it  is  possible,  by  studying  the  reactions  on  the  fibre  of  the  various  types 
of  the  different  dyestuff  groups,  to  obtain  a  fairly  clear  insight  into  the  character 
of  the  dyestuffs  that  have  been  employed,  and  by  these  means  to  reproduce  the 
same  colour  by  the  use  of  other  similar  dyestuffs  of  the  same  groups. 

In  a  few  cases  only,  where  a  pure  dyestuff  has  been  used,  can  its  presence 
on  the  fibre  be  with  certainty  identified. 

In  the  first  place,  it  is,  of  course,  of  importance  to  determine  whether  or  not 
the  dyestuff  has  been  fixed  upon  the  fibre  by  the  aid  of  a  mordant. 

The  best  method  for  this  purpose  is  to  ignite  specimens  of  the  dyed  fibre, 
and  then  to  submit  the  ash  to  ordinary  qualitative  analysis. 

Care  must  be  taken,  however,  that  all  weighting  material,  etc.,  used  in 
the  finishing  of  the  fabric  has  previously  been  removed.  This  can  usually  be 
effected  by  thoroughly  washing  the  fibre  with  hot  water,  which  removes  the 
soluble  substances  used  for  this  purpose,  whilst  the  metallic  salts  used  as  the 
mordant  remain  unattacked. 

The  colour  of  the  ash  frequently  indicates  the  nature  of  the  metallic  salt 
used.  Thus,  with  iron  mordants  the  ash  is  brown ;  with  copper  and  manganese, 
yellowish-green  or  bluish-green ;  and  with  tin,  aluminium,  etc.,  usually  bluish- 
black  ;  the  presence  of  the  metal  must,  however,  always  be  confirmed  by 
analysis. 

Certain  substances  used  in  mordanting,  such  as  tannin  and  oleic  acid,  being 
organic,  burn  away  with  the  fibre,  and  therefore  cannot  be  identified  by  this 
means.  •• 

Tannic  acid  {tannin)  is  usually  accompanied  by  antimony,  iron,  or  tin.  It 
can  be  detected  by  extracting  different  portions  of  the  specimen  with  (1)  hot 
water,  (2)  2  per  cent,  sodium  carbonate  solution,  (3)  5  i)er  cent,  acetic  acid ; 
according  to  the  condition  in  which  the  tannic  acid  is  present,  it  will  be  extracted 
by  one  of  these  reagents,  and  the  neutralised  extract  will  give  the  characteristic 
tannin  reaction  with  ferric  chloride. 

Oleic  acid  usually  accompanies  aluminium  or  similar  mordants.  It  is 
always  present  in  Turkey-red  dyeings,  and  can  be  detected  by  extracting  with  hot 
dilute  hydrochloric  acid,  filtering,  and  extracting  the  filtrate  with  ether. 

Another  method  of  identifying  the  mordant  on  a  fibre  consists  in  first 
destroying  the  colour  with  bleaching-powder  solution. 

This  can  usually  be  effected  by  steeping  it  for  some  minutes  in  a  1  per  cent, 
solution  of  bleaching-powder,  but  if  this  is  not  sufficient,  a  stronger  solution  can 
be  taken  and  the   action  (>f  the  bleaching-powder  accelerated  by  the  addition  of 
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acetic  acid  ;  under  these  conditions  the  fastest  dyestuffs  will  be  destroyed,  and 
the  decolorised  fibre  can  be  investigated  for  the  presence  of  the  mordant. 

Iron  and  chromium  can  be  detected  by  the  colour,  although  it  should  be 
remembered  that  the  prolonged  action  of  bleaching-powder  may  convert  the 
chromium  oxide  into  chromium  chromate. 

Aluminium  and  tin  mordants  would  leave  the  fibre  colourless ;  they  may  be 
identified  by  dyeing  the  decolorised  specimen  in  Alizarine. 

In  the  following  tables  (Heermann)  attempts  are  made  to  place  the  analysis 
of  the  colouring  matter  on  the  fibre  in  tabular  form,  according  to  the  shade  of 
colour  of  the  fibre  ^ ;  and  following  these  a  list  of  the  typical  members  of  the 
various  groups  is  given,  together  with  their  behaviour  towards  reagents  on 
the  fibre. 

The  basic  colouring  matter  can,  as  a  rule,  be  readily  detected  by  extracting 
the  colouring  matter  from  the  fibre  with  boiling  alcohol  and  redyeing  cotton 
mordanted  with  tannin  in  the  solution  thus  obtained. 


I.  Red  and  Red-brown  Dyestuffs. 

The  coloured  fibre  is  boiled  for  some  time  with  dilute  alcohol  and  a  fairly  strong  solution  of 
aluminium  sul])hate. 

F  =  fibre  ;  S  =  solution. 


Nothing  ex- 
tracted. 

Yellow  to  red  extract  without  fluorescence. 

Sodium  bisuli)hite  solution  is  added. 

Eosine, 

Safranine, 

Rhodamine. 

• 

Immediately  decolorised. 

Not  decolorised. 

Magenta  and  Acid  magenta 
and     vegetable    dyestuffs, 
Santal,      Redwood,       and 
Safflower. 

Anthracene,  azo-,  and  Benzidine  dyestuffs, 
also  Cochineal  and  Archil. 

Boil  with  dilute  alcohol. 

Boil  with  very  dilute  hydrochloric  acid. 

Red  extract. 

Magenta  and 
Santal. 

Little    or    no 
extract. 

F,  unchanged. 

F,  darkens 
(brown  to 
blue). 

F  and  S, 

yellow. 

Acid  magenta 
and  Redwood 
or  Safflower. 

r 

Azo-dyestuffs    or    Archil 
and  Cochineal. 

Congo  red, 
etc. 

Alizarine, 
Alizarine 
orange 
with 
Chrome 
mordant. 

! 

Heat  with  a  dilute  solution 
of  lead  acetate. 

F,  unchanged. 

F,  dark 
brown  to 
violet. 

Azo-dyestuffs 
or  Archil. 

Cochineal. 

1  It  must  be  remembered  that  the  dyestuffs  mentioned  are  merely  types. 
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II.  Orangre  and  Yellow  DyestufTs. 

The  coloured  fibre  is  treated  with  tin  chloride  and  hydrochloric  acid 


F,  unchanged. 

S,  yellow  to  colourless. 

F,  colourless. 
S,  colourless. 

F,  first  red  to 
blue-red,  then 
decolorised. 

F,  light  yellow. 
S,  yellow. 

Vegetable  colours  and  some  synthetic 
dyes  tuffs. 

Chrome  yellow  and 
azo-dyestuffs. 

Fast  yellow,  Me- 
tanile  yellow. 
Orange  IV. , 
and  Brilliant 
yellow. 

Alizarine  orange. 

Heat  with  EOH. 

Heat  with  ammonium  sulphide. 

F,  red  or  brown. 

Little  changed. 

Unchanged. 

F  and  S,  red. 

F,  blackened. 

Certain    vegetable 
colouring       mat- 
ters; Fustetwood, 
Curcuma    orange 
(Cochineal,  Quer- 
citron). 

Quinoline  yellow, 
Phosphine,    and 
certain  vegetable 
colouring     mat- 
ters ;  Quercitron, 
etc. 

Naphthol  yellow  S, 
Auramine,  Tartra- 
zine,     Azoflavine, 
Orange   II.,    Gal- 
loflavine,    Chryso- 
idine,          Chryso- 
phenine. 

Picric  acid. 

Chrome  yellow. 

1 

III.  Green  Dyestuffs.^ 

The  coloured  fibre  is  heated  with  dilute  alcohol. 


F,  colourless. 


F,  coloured  green. 


Naphthol  green,  Coeruleine,  Fast  green,  or  mixtures !  Brilliant      green.     Malachite      green, 
of  Indigo  or  Logwood  with  yellow.  Methyl  green.  Alkali  green.  Light 

green. 

Indigo  cannine  +  Picric  acid. 
Indigo  carmine  +  Quercitron. 


Heat  with  dilute  HCl. 


Heat  with  dilute  HCl. 


F,  blue. 
S,  yellow. 


Indigo 
mixed 
with  yel- 
low vege- 
table dyes 
or    with 
Chrome 
yellow. 


F  and  S, 
red. 


F,  unchanged    F,  decolorised. 
S,  yellow.  S,  yellow. 


Log\vood 
with  yel- 
low vege- 
table dye. 


Coeruleine. 


Naphthol 
green,  Fast 
green. 


F,  lighter. 

F,  little 

S,  blue. 

changed. 
Light 

Indigo 

carmine  -f- 

green  S, 

Picric  acid  ; 

Alkali 

Indigo  car- 

green. 

mme-f 

Quercitron. 

F,  decolorised. 
S,  yellow 


Brilliant 
green. 
Malachite 
green, 
Methyl 
green. 


^  Green  dyed  fabrics  are  frequently  produced  by  mixing  a  blue  and  yellow  dyestuff. 
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IV.  Blue  and  Violet  Dyestuffs. 

The  coloured  fibre  is  boiled  with  dilute  alcohol  and  a  few  drops  of  hydrochloric  acid  added. 


No  change. 

F,  blue  ;  S,  blue. 

F,  unchanged. 
S,  yellow-red. 

Alizarine  blue  and 
other    Alizarine 
and  Anthracene 
blues. 

Indigo  carmine  and  most  synthetic  dyestuffs. 

Alizarine  violet, 
Galleine,  Azot 
blue,  and  vege- 
table blues,  such 
as  Logwood,  etc. 

Treat  fresh  test-portion  with  concentrated  sulphuric  acid. 

F  and  S,  green. 

F  and  S,  yellow  to 
brown -red. 

F,  unchanged. 
S,  blue. 

Methylene    blue, 
etc. 

Spirit  blue.  Water 
blue.  Alkali  blue. 
Methyl  blue, 
Victoria  blue, 
Methyl  violet, 
Acid  violet,  etc. 

Indigo    carmine, 
Induline,  etc. 

V.  Black  Dyestuflfs. 

Boil  with  dilute  hydrochloric  acid. 


F  and  S,  red  to  yellow. 

F,  unchanged. 

Alizarine  blue, 
Resorcin  blue. 
Logwood,  etc. 

Aniline  black, 
Naphthol  black. 
Brilliant  black,  etc. 

23 
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VI.  Brown,  Grey,  and  Mixed  Colours. 

The  coloured  fibre  is  boiled  with  a  dilute  solution  of  oxalic  acid  and  allowed  to  remain  in 
the  solution  some  time. 


F,  unchanged  ;  S,  colourless  or  only  slightly 
coloured. 


Warmed  with  SnCla  +  HCl. 


F  and  S, 

colourless 

or  light 

yellow. 


Orange  II., 
Naphthol 

yellow  S, 
Tartrazine, 
Fast  red  A, 
Biebrich 

scarlet, 
Indigo 

carmine, 
Magenta, 
Light  green 

S,  etc. 


F,  first 
blue-red, 
then  de- 
colorised. 


Orange  IV., 
Fast 

yellow. 
Brilliant 

yellow. 


F  and  S, 

Magenta 

red. 


F,  blue-grey 

to  blue, 

re-formed 

by  washing. 


Acid, 

Magenta, 
Red-violet 

4RS. 


Induline, 
Fast  blue 

R, 
Methyl 

violet, 
Acid  violet, 

etc. 


F,  nearly  de- 
colorised ; 

S,  practically 
colourless. 


The  sample  is  again  boiled  with  dilute  sodium 
carbonate  solution,  the  solution  treated  with 
zinc  dust  and  HCl,  and  filtered. 


Colour  does 
not  return 

on  exposure 
to  the  air. 


Azo- 

compounds, 
Red-violet 

4RS, 
Acid  magenta, 
Fast  blue,  etc. 


Colour 
returns  on 
exposure  to 

the  air. 


Indigo 
carmine. 


Colour  returns  on 

neutralising  with 

sodium  acetate 

and  heating. 


Light  green  S, 
Induline, 
Methyl  violet,  etc. 


Iron,  copper,  and 
aluminium  lakes 
of  vegetable  dye- 
stuffs. 

Synthetic  dye- 
stuffs  mixed 
with  these  can 
be  extracted 
from  the  fibre 
with  alcohol. 

Basic  dyestuffs 
present  with 
these,  in  the 
form  of  their 
tannin  lakes,  are 
separated  by 
boiling  with 
caustic  soda, 
filtering,  and 
neutralising. 


F,  lighter  in  colour 
S,  yellow-red. 


Chrome,  iron,  and 
copper  lakes  of 
vegetable  dyestuffs, 
etc. 


Boiled  for  some  time 
with  potassium  ferro- 
cyanide  sol.  +  am- 
monia. 


F,  very 
slightly 
changed. 


F,  lighter. 


Alizarine, 
Alizarine 

S, 
Galleine, 
Gallo- 

fiavine, 

etc. 


Alizarine 

blue, 
Coeruleine, 
Alizarine 

black, 

etc. 
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Reactions  of  the  more  important  Dyestuffs  on  the  Fibre. 

Indigo. — Fibres  dyed  with  pure  Indigo  are  not  extracted  either  by  boiUng 
water  or  boiling  alcohol,  and  the  solution  remains  colourless.  In  the  same  way 
boiling  borax  or  alum  solution  should  extract  no  colouring  matter. 

If  the  dyed  fabric  has  been  after- treated  with  Logwood,  the  borax  solution 
will  be  red ;  and  if  with  aniline  colours,  or  with  Indigo  carmine,  it  will 
be  blue. 

If  this  blue  extract  is  treated  with  concentrated  sulphuric  acid,  it  will  be 
transformed  into  yellow  or  red  if  aniline  colours  have  been  present ;  bvit  remains 
blue  if  Indigo  carmine  has  accompanied  the  Indigo. 

If  Prussian  blue  is  present  in  an  Indigo  dyeing,  the  fibre  will  be  coloured 
more  or  less  brown  by  sodium  carbonate  sohition  ;  and  if  the  soditim  carbonate 
extract  is  treated  with  ferric  chloride,  Prussian  blue  will  be  precipitated. 

Indigo  carmine  will  also  be  extracted  by  sodium  carbonate  solution,  and  the 
solution  on  acidifying  will  become  deep  blue. 

On  boiling  Indigo-dyed  material  for  some  time  with  glacial  acetic  acid, 
chloroform,  aniline,  etc.,  the  dyestuff  can  be  quantitatively  extracted  and,  after 
evaporating  the  solvent,  weighed. 

If  the  acetic  acid  solution  of  Indigo  thus  extracted  be  shaken  with  ether, 
and  then  water  added,  the  Indigo  will  remain  at  the  bottom  of  the  ether  layer, 
and  the  colovir  of  the  aqueous  solution  will  determine  the  presence  of  impurities. 

If  the  colour  is  yellow,  vegetable  dyestuffs  have  probably  been  present; 
whereas,  if  it  is  blue  or  violet,  the  presence  of  synthetic  coloiirs  would  be  indicated. 
Indigo-dyed  fibre  is  decolorised  by  alkaline  hyposulphite  or  stannous  salts,  and 
from  the  yellow  extract,  on  exposure  to  the  air.  Indigo  is  precipitated. 

By  carefully  heating  a  portion  of  fabric  dyed  with  Indigo,  a  quantity  of  the 
colouring  matter  can  be  sublimed  from  it. 

This  experiment  can  be  quickly  and  readily  carried  out  by  setting  fire  to 
a  small  piece  of  the  dyed  fabric  and  flapping  the  burning  material  on  to  a  piece 
of  white  paper.  If  Indigo  is  present,  it  will  appear  on  the  paper  in  the  form 
of  blue  streaks. 

Anthracene  dyestuffs. — The  presence  of  Alizarine  can  frequently  be  detected 
by  treating  the  dyed  fibre  with  concentrated  sulphuric  acid  and  pouring  the 
extract  (after  dilution)  into  caustic  soda,  when  the  characteristic  coloiij^f  the 
alkali  salt  of  the  dyestuff  becomes  apparent. 

Many  of  them  can  be  detected  by  boiling  the  sample  first,  for  some  time, 
with  dilute  hydrochloric  acid  ;  then  with  dilute  sodium  carbonate ;  mixing  the 
extracts  and  neutralising  (if  necessary)  with  NaOH.  By  this  means  the 
various  colour  lakes  are  precipitated  and  can  in  many  cases  be  detected  by 
their  colour. 

Alizarine  red  is  bleached  by  hleaching-powder  solution  and  by  chromir,  acid; 
boiled  with  barium  hydrate  solution  it  becomes  violet ;  with  nitric  acid  or  nitric 
acid  vajjour  it  gives  the  characteristic  yellow  of  nitroalizarine. 

Alizarine  bine  is  unacted  upon  by  bleaching-poioder ;  is  changed  to  yellow, 
which  slowly  becomes  brown,  by  nitric  acid ;  phosplwric  acid  extracts  an  orange- 
red  solution,  which,  on  dilution  with  water  and  treatment  with  ammonia, 
becomes  blue. 

A  characteristic  absorption  spectra  is  shown  by  a  dilute  solution  in  alcoholic 
ammonia. 

Aniline  black  is  changed  by  bleaching-powder  to  brown-red,  is  decolorised 
by  prolonged  action  of  a  concentrated  solution  of  potassium  permanganate  and 
oxalic  acid,  and  is  changed  to  a  greenish-black  by  sulphurous  acid. 
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Basic  dyestuffs  can,  for  the  most  part,  be  extracted  by  90  per  cent,  alcohol, 
and  can  be  detected  by  dyeing  tannined  cotton  in  the  extract. 

Magenta  is  decolorised  by  sodium  sulphide  sokition.  The  presence  of 
Archil  and  Aurine  is  determined  by  extraction  with  amyl  alcohol.  Magenta 
gives  with  amyl  alcohol  a  blue-red  extract ;  Aurine,  yellow ;  and  Archil,  a  rose- 
violet.  On  addition  of  ammonia,  Magenta  is  decolorised.  Archil  becomes  blue, 
and  Aurine  remains  unchanged. 

Methylene  bhie. — Fibres  dyed  with  Methylene  blue  are  changed  to  green  by 
nitric  acid,  the  green  colour  remaining ;  Ueaching-poicder  renders  it  first  green 
and  then  colourless.  The  dyed  material  is  very  sensitive  towards  oxidising  agents, 
and  a  3  per  cent,  solution  of  potassium  bichromate  converts  the  blue  first  into 
violet  and  then  decolorises  it.  If  the  Methylene  blue  has  been  dyed  on  tannin 
a  brown  colour  remains. 

Eosine  A  (tetrabromofluoresceine),  boiled  with  W-Ifi  per  cent.  KOH, 
gives  an  orange-red  solution,  which,  by  longer  boiling,  becomes  purple  and 
finally  blue  with  strong  green  fluorescence.  Colour  and  fluorescence  remain 
on  dilution. 

Eosine  B  (ethyl  salt  of  Eosine  A)  gives,  under  similar  conditions,  a  blue- 
violet  solution  with  green  fluorescence. 

Eosine  BN  (dinitrodibromofluoresceine)  gives  with  KOH  an  olive-green 
solution  without  fluorescence. 

Congo  red. — Material  dyed  with  Congo  red  gives  a  blue- black  spot  with 
nitric  acid,  which  is  reconverted  into  the  original  red  on  treatment  with 
ammonia.  Nitrous  acid  renders  the  fibre  red-brown ;  ammonia  does  not  restore 
the  original  colour,  but  makes  the  fibre  purple-brown  and  the  solution  blue-red. 
Picric  acid  renders  the  fibre  blue-black.  (Benzopurpurine  is  made  brown-black 
by  nitrous  acid  and  red-brown  by  picric  acid.) 

Primuline  red  (Primuline-l-^naphthol)  is  converted  into  yellow  on  boiling 
with  an  alkaline  solution  of  a  stannous  salt.  If  the  yellow  fibre  thus  produced 
is  treated  with  nitrous  acid  and  developed  with  /S-naphthol,  the  original  colour 
is  produced. 

Picric  acid. — Material  dyed  with  picric  acid  becomes  red  on  treatment  with 
a  solution  of  potassium  cyanide,  owing  to  the  formation  of  isopurpuric  acid. 

Naphthol  yelloio  (Martins  yellow)  is  extracted  from  the  fibre  by  boiling 
with  water,  and  is  decolorised  by  sulphuric  acid.  Boiling  i>otassium  cyanide 
solution  extracts  a  red  coloration.  The  fibre,  when  set  on  fire  and  flapped  on 
white  paper,  gives  a  yellow  streak,  owing  to  the  volatilisation  of  the  dyestuft'. 

Naphthol  yelloiv  S  is  not  so  readily  extracted  by  w^ater  and  is  non-volatile. 

Azo-hlue  is  coloured  brown-black  by  picric  acid.  Resorcin  green  always  con- 
tains iron,  and  its  presence  can  be  detected  in.  the  ash.  Nitric  acid  produces 
a  yellow-brown  spot. 

Separation  of  Colouring-  Matters  by  means  of  Amyl  Alcohol. 

It  frequently  happens  that  a  mixture  of  dyestuffs  present  on  the  fibre  can 
be  detected  by  means  of  amyl  alcohol. 

For  this  purpose  a  fairly  large  specimen  of  the  dyed  material  should  be 
boiled  with  sodium  carbonate  solution  (or  other  suitable  solvent),  and  the 
coloured  solution  extracted  shaken  thoroughly  with  freshly  distilled  amyl 
alcohol. 

Certain  dyestuffs — as,  for  instance,  some  azo-compounds  such  as  Orange  II., 
Bordeaux,  etc.  —  are  extracted  by  the  amyl  alcohol ;  whilst  others — such  as  Indigo 
carmine.  Fast  blue,  Induline,  etc. — remain  in  the  aqueous  solution. 


358  SYNTHETIC    DYESTUFFS. 

The  dyestufFs  present  in  the  aqueous  sohition  can  then  be  investigated  in 
the  usual  way,  whilst  those  present  in  the  amyl  alcohol  can  be  recovered  by 
evaporation  and  also  submitted  to  examination. 

The  amyl  alcohol  solution  can  also  be  submitted  to  spectroscopic  examination 
{Formdneh,  Pokorny). 


Titanous  Chloride  as  a  Reagfent  for  Testing"  Colours  on  the  Fibre. 

(Knecht,  Journ.  Soc.  Dyers  and  Colonsts,  vol.  xx.  1904,  No.  4.) 

Knecht  recommends  titanous  chloride  as  a  reducing  agent  for  testing  the 
nature  of  colouring  matters  on  the  fibre. 

Azo-dyes,  on  cotton,  are  almost  instantly  discharged  when  boiled  with  a 
dilute  solution  of  titanous  chloride  ;  Primuline  red  is  discharged  to  a  yellow  ;  Para- 
nitraniline  red  is  discharged  white  after  boiling  for  about  two  minutes  ;  whereas 
a-naphthylamine  claret  (diazotised  ^-naphthylamine  +  ^-naphthol)  requires  a 
longer  time  for  its  destruction.  Primuline  (undeveloped)  and  allied  colouring 
matters  are  not  affected  even  on  boiling  for  some  time. 

Basic  colours. — These  colours  dyed  on  the  usxial  tannin  and  tartar  emetic 
mordant  are  in  most  cases  completely  destroyed,  the  fibre  remaining  a  dull 
yellow  to  brown  in  consequence  of  the  formation  of  tannate  of  titanium.  Except 
in  a  few  cases  (Rhodamine,  Thiofiavine  T),  the  colour  is  not  afterwards  restored 
by  washing  in  running  water,  or  on  treatment  with  dilute  hydrogen  peroxide, 
the  reduction  having  gone  further  than  the  formation  of  the  leuco-base. 

SuljMde  or  Std2:>hur  colours. — The  sulphide  colours  are  readily  acted  upon 
by  titanous  chloride  on  being  boiled  in  dilute  solution ;  they  rapidly  lose  their 
characteristic  colour  and  turn  brown  or  drab. 

At  the  same  time  sulphuretted  hydrogen  is  given  off,  as  in  the  case  with 
stannous  chloride,  but  more  readily  than  with  the  latter  reagent. 

The  presence  of  sulphuretted  hydrogen  can  be  readily  detected  by  placing 
a  piece  of  filter-paper  moistened  with  lead  acetate  over  the  mouth  of  the  test- 
tube  in  which  the  fibre  is  being  tested. 

In  ushig  titanous  chloride  instead  of  stannous  chloride  in  this  reaction,  it 
should  be  noted  that  this  reagent  frequently  evolves  traces  of  sulphuretted 
hydrogen,  the  origin  of  which  is  not  known ;  hence,  before  using  it  for  this 
particular  test,  it  should  be  first  boiled  for  some  time  with  the  addition  of  a 
small  quantity  of  strong  hydrochloric  acid. 

The  sulphide  colours  are  not  permanently  destroyed  by  the  action  of 
titanous  chloride,  and  the  colour  is  restored  either  by  washing  with  water  or 
by  immersion  in  dilute  hydrogen  peroxide. 

Aniline  Mack. — This  colour  behaves  in  a  very  similar  way  to  the  sulphide 
blacks,  turning  to  a  brown  or  drab,  which  becomes  black  again  on  washing  in 
running  water  or  exposure  to  the  air. 

It  is  important  to  note  that  most  Aniline  blacks  also  give  off  small 
quantities  of  sulphuretted  hydrogen.  The  amount  is  certainly  nothing  like 
that  evolved  from  a  sulphide  black,  but  the  circumstance  must  naturally 
be  taken  into  consideration  when  discriminating  between  the  two  classes  of 
blacks. 

Indigo. — This  colour  is  first  converted  by  the  action  of  titanous  chloride  into 
Indigo  white,  and  the  fabric,  if  taken  out  after  not  too  long  an  immersion  and 
placed  in  dilute  caustic  soda,  will  yield  some  of  its  colour  to  the  latter. 

But  if  the  material  is  boiled  for  more  than  a  few  minutes,  the  reduction  goes 
further  than  Indigo  white  and  the  dyestuft'  is  completely  destroyed. 
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This  action  of  titanous  chloride  is  of  considerable  importance,  since  it  enables 
the  chemist  to  easily  and  rapidly  detect  the  presence  of  sulphide  colours  which 
have  been  used  as  a  bottom  for  Indigo,  or  which  may  have  been  used  along  with 
Indigo  in  the  vat. 

Tiirkey-red,  when  heated  with  titanous  chloride,  becomes  maroon,  presumably 
in  consequence  of  the  conversion  of  the  alumina  lake  into  the  corresponding 
titanium  lake  of  Alizarine. 


Spectroscopic  Investig-ation  of  Dyestuffs. 

(.J.  Formanek,  Spektralanalytischer  Nachweis  kiinstlicker  organischer  Farbstoffe; 
see  also  Zeitschr.  Farh.  u.  Text.  Ohem.,  1902-1903.) 

As  far  as  present  investigation  goes  it  would  appear  as  if  the  spectroscopic 
examination  of  the  dyestuffs,  both  in  the  solid  form  and  upon  the  fibre,  will 
ultimately  constitute  the  safest  and  surest  method  of  estimating  their  character, 
both  as  regards  the  nature  of  a  mixture  as  well  as  the  probable  chemical  con- 
stitution of  a  homogeneous  dyestuff. 

It  has  been  noticed,  by  comparing  the  absorption  spectra  of  the  various 
groups  of  dyestuffs,  that  the  presence  of  certain  atomic  groupings  produce 
characteristic  spectra,  by  which  the  presence  of  such  groups  can  with  con- 
fidence be  predicted.  Thus  solutions  of  triamidotriphenylmethane  dyestuffs 
show  two  unequal  symmetric  absorption  lines ;  the  Thiazines  two  unequal 
asymmetric  lines ;  the  solutions  of  Alizarine  dyestuffs  three  absorption  lines ; 
the  solutions  of  the  azo-compounds  one  or  two  broad  absorption  bands, 
and  so  on. 

This  method  can  be  applied  not  only  to  the  solid  dyestuffs,  but  also  to 
the  dyestuffs  on  the  fibre. 

In  this  case  the  solvent  used  may  be  either  water,  absolute  alcohol,  equal 
parts  of  alcohol  and  water,  90  per  cent,  acetic  acid,  or  equal  parts  of  aniline 
and  acetic  acid — solvents  which  will  be  found  in  most  cases  effective. 

In  order  to  extract  the  dyestuff  from  the  fibre,  it  is  first  boiled  with  absolute 
alcohol ;  if  the  fibre  is  not  completely  decolorised  by  this  means,  it  is  further 
boiled  with  acetic  acid,  and  finally,  if  necessary,  with  the  mixture  of  aniline  and 
acetic  acid. 

By  this  treatment  it  frequently  happens  that  a  mixture  of  dyestuffs  is 
separated,  owing  to  the  different  solubility  of  the  various  constituents ;  thus,  if 
a  fibre  has  been  dyed  with  a  mixture  of  Methylene  blue  and  Methyl  violet,  the 
whole  of  the  Methyl  violet  would  be  extracted  by  the  absolute  alcohol,  whilst  the 
Methylene  blue  would  only  pass  into  solution  when  boiled  with  dilute  alcohol, 
or,  better  still,  with  acetic  acid. 

The  solutions  obtained  by  the  various  solvents  are  then  subjected  to  spectro- 
scopic examination.  If  they  show  similar  absorption  spectra  they  are  mixed 
and  evaporated  to  dryness,  the  residue  being  subsequently  extracted  with  water, 
ethyl  alcohol,  and  amyl  alcohol,  and  the  solutions  obtained  again  examined  by 
the  spectroscope. 

It  is  frequently  possible  to  detect  the  presence  of  a  mixture  by  merely 
examining  the  solution  of  a  mixed  dyestuff  by  the  aid  of  the  spectroscope. 
This  is  especially  the  case  in  respect  to  the  Triphenylmethane  dyestuffs,  the 
Quinoneimide  dyestuffs,  and  the  Acridine  dyestuffs,  the  absorption  spectra  of 
which  are  clearly  and  sharply  defined. 

The  presence  of  a  mixture  is  usually  indicated  by  the  unequal  arrangement 
of  the  absorption  lines.     Thus  if  the  spectra  shows  two  clear,  well-defined  lines 
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on  either  side  of  a  weaker  one,  the  presence  of  a  mixture  can  with  confidence  be 
suspected. 

In  cases  where  the  absorption  lines  of  dyestuffs  occurring  in  a  mixture- 
mask  one  another,  it  is  often  possible  to  separate  them  by  means  of  acids  or 
alkalies. 

Thus,  in  a  mixture  of  Induline  and  Methyl  violet  (aqueous  solution)  the- 
absorption  line  of  the  Methyl  violet  would  be  covered  by  tliat  o^  the  Induline, 
If,  however,  dilute  acid  is  added  to  the  aqueous  solution,  the  line  of  the  Methyl 
violet  will  travel  towards  the  left,  and  the  two  lines  will  be  clearly  visible. 

Amyl  alcohol  has  already  been  mentioned  as  a  valuable  means  of  separating 
mixtures  of  dyestuffs,  and  it  can  also  be  used  in  connection  with  their  spectro^ 
scopic  examination,  since,  after  extraction,  the  amyl  alcohol  solution  can  be 
directly  submitted  to  investigation  by  the  aid  of  the  spectroscope.  Thus  if  a 
mixture  of  Nile  blue  A  and  Methyl  violet  is  treated  with  amyl  alcohol,  the 
Methyl  violet  dissolves,  leaving  the  Nile  blue  unattacked. 

The  basic  dyestuffs  fixed  on  cotton  by  the  aid  of  tannin  and  tartar  emetic 
can  be  investigated  in  the  usual  way ;  if,  however,  aluminium,  iron,  chromium, 
or  tin  have  been  used  as  a  mordant,  it  is  advisable  to  evaporate  the  acetic  acid 
extract  to  a  small  bulk,  add  water,  then  carefully  extract  with  amyl  alcohol. 
The  amyl  alcohol  will  dissolve  the  dyestuff,  leaving  the  mordant  in  the  aqueous 
solution  ;  the  two  cair  be  separated  by  means  of  the  separating  funnel,  and  the 
amyl  alcohol  solution  subjected  to  spectroscopic  examination. 


Reactions  of  Dyestuffs  on  the  Fibre. 

In  the  following  tables  the  reactions  on  the  fibre  of  a  few  of  the  more  typical 
dyestuffs  are  given. 

The  tables  are  divided  into  sections  depending  upon  the  colour  of  the  dye- 
stuff.  In  the  first  part  of  each  section  will  be  found  those  dyestuffs  belonging 
to  it,  which  are  mordant  colours  for  wool,  silk,  and  cotton ;  and  after  these  will 
be  found  the  direct  colours  for  these  fibres. 

The  test  is  best  carried  out  by  placing  a  small  portion  of  the  dyed  material 
in  a  white  porcelain  dish  and  covering  it  with  about  1  c.c.  of  the  reagent;  the 
changes  given  in  the  tables  are  those  which  take  place  immediately  or  shortly 
after  the  reagent  has  been  brought  in  contact  with  the  fibre. 

Reagents. — 

Concentrated  HgSO^. 

10  per  cent.  H2SO4. 

Concentrated  HCl. 

10  per  cent.  HCl. 

HNO3,  specific  gravity  1-40  (Tw.  82°). 

NHg,  specific  gravity  0-91. 

10  per  cent.  NaOH. 

(  100  grams  SnCl.^. 

SnCl.^  +  HCl  -^  100  grams  cone.  HCl. 
(  50  c.c.  water. 
1?'  =  fibre,  8*=  solution. 

Colours  investigated  by  Knecht  and  Rawson  are  without  mark. 
*  Indicates  colours  investigated  by  Lunge  and  Gnehm. 
**  Are  colours  investigated  by  Gnehm  and  Surbeck, 
***  Are  colours  investigated  by  Heermann. 
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TABLES,  Etc. 
International  Atomic  Weigrhts. 


0  =  16. 

H  =  L 

0  =  16. 

H=l. 

Aluminium, 

.     Al     27-1 

26-9 

Neodymium, 

.     Nd 

143-6 

142-6 

Antimony, 

.     Sb   120-2 

119-3 

Neon,    . 

.     Ne 

20 

19-9 

Argon, 

.     A       39-9 

39-6 

Nickel,  . 

.    Ni 

58-7 

58-3 

Arsenic, 

.     As     75 

74-4 

Nitrogen, 

.     N 

14-04 

lS-93 

Barium, 

.     Ba  137-4 

136-4 

Osmium, 

.     Os 

191 

189-6 

Bismuth, 

.     Bi    208-5 

206-9 

Oxygen, 

.    o 

16 

15-88 

Boron, 

.     B       11 

10-9 

Palladium, 

.    Pd 

106-5 

105-7 

Bromine, 

.     Br     79-96 

79-36 

Phosphorus, 

.    P 

31 

30-77 

Cadmium, 

.    Cd  112-4 

111-6 

Platinum, 

.    Pt 

194-8 

193-3 

Caesium, 

.     Cs    132-9 

131-9 

Potassium, 

.    K 

39-15 

38-86 

Calcium, 

.     Ca     40-1 

39-7 

Praseodymiur 

11,       .     Pr 

140-5 

139-4 

Carbon , 

,     C       12 

11-91 

Radium, 

.     Bd 

225 

223-3 

Cerium, 

.     Ce   140-25 

139-2 

Rhodium, 

.     Bh 

103 

102-2 

Chlorine, 

.     CI      35-45 

35  18 

Rubidium, 

.     Rb 

85-5 

84-9 

Chromium, 

.     Cr     52-1 

51-7 

Ruthenium, 

,     Ru 

101-7 

100-9 

Cobalt, . 

.     Co     59 

68 -So 

Samarium, 

.    Sm 

150-3 

149-2 

Columbium, 

.     Cb     94 

93 -S 

Scandium, 

.     Sc 

44-1 

43-8 

Copper, 

.     Cu     63-6 

63-1 

Selenium, 

.     Se 

79-2 

78-6 

Erbium, 

.     Er   166 

164-7 

Silicon,  . 

.    Si 

28-4 

28-2 

Fluorine, 

.     F       19 

18-9 

Silver,   . 

.    Ag 

107-93 

107-11 

Gadolinium, 

.     Gd  156 

164-8 

Sodium, 

.     Na 

23  05 

22-88 

Gallium, 

.     Ga    70 

69-6 

Strontium, 

.     Sr 

87-6 

86-94 

Germanium, 

.     Ge     72-5 

72 

Sulphur, 

.    s 

3206 

31-88 

Glucinum, 

.     Gl       9-1 

9  03 

Tantalum, 

.     Ta 

183 

181-6 

Gold,     . 

.     Au  197-2 

196-7 

Tellurium, 

.     Te 

127-6 

126-6 

Helium, 

.     He      4 

4 

Terbium,  . 

.     Tb 

160 

158-8 

Hydrogen, 

.     H        1-008 

1 

Thallium, 

.     Tl 

204-1 

202-6 

Indium, 

.     In    115 

114-1 

Thorium, 

.     Th 

232-5 

230-8 

Iodine,  . 

.     I      126-97 

126-01 

Thulium, 

.     Tm 

171 

169  7 

Iridium, 

.     Ir    193 

191-5 

Tin, 

.     Sn 

119 

118  1 

Iron,      . 

.     Fe     55-9 

65-5 

Titanium, 

.     Ti 

48-1 

47-7 

Krypton, 

.     Kr     81-8 

81-2 

Tungsten, 

.    w 

184 

182-6 

Lanthanum, 

.     La  138-9 

137-9 

Uranium, 

.     U 

238-5 

236-7 

Lead,     . 

.     Pb  206-9 

205-35 

Vanadium,     . 

.     V 

51-2 

50-8 

Lithium, 

.     Li       7-03 

6-98 

Xenon,  . 

.     Xe 

128 

127 

Magnesium,  . 

.     Mg   24-36 

24-18 

Ytterbium,     . 

.     Yb 

173 

171-7 

Manganese,   . 

.     Mti    55 

64-6 

Yttrium, 

.     Yt 

89 

88-3 

Mercury, 

.     Hg  200 

198-6 

Zinc, 

.     Zn 

65-4 

64-9 

Molybdenum, 

.     Mo    96 

95-3 

Zirconium,     . 

.     Zr 

90-6 

89-9 

38o 


SYNTHETIC    DYESTUFFS. 


Acetic  Acid. 


Acetic  acid  (both  the  dilute  acid,  30  to  40  per  cent.,  and  glacial  acetic  acid)  is  tested 
by  titration  with  normal  caustic  soda  solution  using  phenolphthalein  as  indicator. 
The  specific  gravity  of  acetic  acid  is  shown  in  the  following  table  (Roscoe)  : — 


Sp.  Gr.  at  15°. 

Acetic  Acid, 
per  cent. 

Sp.  Gr.  at  15°. 

Acetic  Acid, 
per  cent. 

1-0007 

1 

1-0746 

75 

1-0067 

5 

1-0748 

80 

1-0142 

10 

1-0739 

85 

1-0214 

15 

1-0713 

90 

1-0284 

20 

1-0705 

91 

1-0350 

25 

1-0696 

92 

1-0412 

30 

1-0680 

93 

1-0470 

35 

1-0674 

94 

1-0523 

40 

1  -0660 

95 

1-0571 

46 

1-0644 

96 

1-0615 

50 

1-0625 

97 

10653 

55 

1-0604 

98 

1-0685 

60 

1-0580 

99 

1-0712 

65 

1-0553 

100 

1-0733 

70 

Table  of  Percentages  of  Hydrochloric  Acid. 


Specific 

Degree 

Degree 

Percentage 

Specific 

Degree 

Degree 

Percentage 

Gravity. 

Baum^. 

Twaddell. 

HCl. 

Gravity. 

Baiime. 

Twaddell. 

HCl.      [ 

1-000 

0-0 

0 

0-016    ' 

1-105 

13-6 

21 

20-97 

1-005 

0-7 

1 

0-15 

1-110 

14-2 

22 

21-92 

1-010 

1-4 

2 

2-14 

1-116 

14-9 

23 

22-86 

1-015 

2-1 

3 

3-12 

1-120 

15-4 

24 

23-82 

1-020 

2-7 

4 

4-13 

1-125 

16-0 

25 

24-78 

1-025 

3-4 

5 

5-15 

1-130 

16-6 

26 

25-75 

1-030 

4-1 

6 

6-15 

1-135 

17-1 

27 

26-70 

1-035 

4-7 

7 

7-15 

1-140 

17-7 

28 

27-66 

1040 

5-4 

8 

8-16 

1-145 

18-3 

29 

28-61 

1-045 

6-0 

9 

9-16 

1-150 

18-8 

30 

29-.57 

1050 

6-7 

10 

10-17 

1-155 

19-3 

31 

30-55 

1  -055 

7-4 

11 

11-18 

1-160 

19-8 

32 

31-52 

1-060 

8-0 

12 

12-19 

1-166 

20-3 

33 

32-49 

1-065 

8-7 

13 

13-19 

1-170 

20-9 

34 

33  46 

1-070 

9-4 

14 

14-17 

1-176 

21-4 

35 

34-42 

1-075 

10-0 

15 

15-16 

1-180 

22-0 

36 

35-39 

1-080 

10-6 

16 

16-16 

1-185 

22-6 

37 

36-31 

1-085 

11-2 

17 

17-13 

1-190 

23-0 

38 

37-23 

1-090 

11-9 

18 

18-11 

1-195 

23-5 

39 

38-16 

1-095 

12-4 

19 

19-06 

1-200 

24-0 

40 

39-11 

1-100 

13-0 

20 

20-01 
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Table  of  Percentag-es  of  Nitric  Acid  at  15°. 


specific 

Degree 

Degree 

Percentage 

Specific    . 

Degree 

Degree 

Percentage 

Gravity. 

Baume. 

Twaddell. 

HNO3. 

Gravity. 

Baume. 

Twaddell. 

HNO3. 

1-000 

0 

0 

0-10 

1-265 

30-2 

53 

42-10 

1-005 

0-7 

1 

1-00 

1-270 

30-6 

54 

42-87 

1-010 

1-4 

2 

1-90 

1-275 

31-1 

55 

43-64 

1-015 

2-1 

3 

2-80 

1-280 

31-5 

56 

44-41 

1-020 

2-7 

4 

3-70 

1-285 

32-0 

57 

45-18 

1-025 

3-4 

5 

4-60 

1-290 

32-4 

58 

45-95 

1-030 

4-1 

6 

5-50 

1-295 

32-8 

59 

46-72 

1-035 

4-7 

7 

6-38 

1-300 

.33-3 

60 

47-49 

1-040 

5-4 

8 

7-26 

1-305 

33-7 

61 

48-26 

1-045 

6-0 

9 

8-13 

1-310 

34-2 

62 

49-07 

1-050 

6-7 

10 

8-99 

1-315 

34-6 

63 

49-89 

1-055 

7-4 

11 

9-84 

1-320      1 

35-0 

64 

50-71 

1-060 

8-0 

12 

10-68 

1-325 

35-4 

65 

51-53 

1-065 

8-7 

13 

11-51 

1-330 

35-8 

66 

52-37 

1-070 

9-4 

14 

12-33 

1-335 

36-2 

67 

53-22 

a -075 

10-0 

15 

13-15 

1-340 

36-6 

68 

54-07 

1-080 

10-6 

16 

13-95 

1-345 

37-0 

69 

54-93 

1-085 

11-2 

17 

14-74 

1-350 

37-4 

70 

55-79 

1-090 

11-9 

18 

15-53 

1-355 

37-8 

71 

56-66 

1-095 

12-4 

19 

16-32 

1-360 

38-2 

72 

57-57 

1-100 

18-0 

20 

17-11 

1-365 

38-6 

73 

58-48 

1105 

13-6 

21 

17-89 

1-370 

39-0 

74 

59-39 

1-110 

14-2 

22 

18-67 

1-375 

39-4 

75 

60-30 

1-115 

14-9 

23 

19-45 

1-380 

39-8 

76 

61-27 

1-120 

15-4 

24 

20-23 

1-385 

40-1 

77 

62-24 

1-125 

16-0 

25 

21-00 

1-390 

40-5 

78 

63-23 

1-130 

16-5 

26 

21-77 

1-395 

40-8 

79 

64-25 

1-135 

17-1 

27 

22-54 

1-400 

41-2 

80 

65-30 

1-140 

17-7 

28 

23-31 

1-405 

41-6 

81 

66-40 

1-145 

18-3 

29 

24-08 

1-410 

42-0 

82 

67-50 

!       1-150 

18-8 

30 

24-84 

1-415 

42-3 

83 

68-63 

1-155 

19-3 

31 

25-60 

1-4-20 

42-7 

84 

69-80 

1-160 

19-8 

32 

26-36 

1-425 

43-1 

85 

70-98 

1-165 

20-3 

33 

27-12 

1-430 

43-4 

86 

72-17 

1-170 

20-9 

34 

27-88 

1-435 

43-8 

87 

73-39 

1-175 

21-4 

35 

28-63 

1-440 

44-1 

88 

74-68 

1-180 

22-0 

36 

29-38 

1-445 

44-4 

89 

75-98 

1185 

•22-5 

37 

30-13 

1  450 

44-8 

90 

77-28 

1-190 

23-0 

38 

30-88 

1-455 

45-1 

91 

78-60 

1-195 

23-5 

39 

31-62 

1-460 

45-4 

92 

79-98 

1-200 

24-0 

40 

32-36 

1-465 

45-8 

93 

81-42 

1  205 

24-5 

41 

33-09 

1-470 

46-1 

94 

82-90 

1-210 

25-0 

42 

33-82 

1-475 

46-4 

95 

84-45 

1-215 

25-5 

43 

34-55 

1-480 

46-8 

96 

86-05 

1        1-220 

26-0 

44 

35-28 

1-485 

47-1 

97 

87-70      i 

1  -225 

26-4 

45 

36-03 

I  -490 

47-4 

98 

89-60 

1-230 

26-9 

46 

36-78 

1-495 

47-8 

99 

91-60 

1-235 

27-4 

47 

37-53 

1-500 

48-1 

100 

94-09 

1-240 

27-9 

48 

38-29 

1-505 

48-4 

101 

96-39 

1-245 

28-4 

49 

39-05 

1-510 

48-7 

102 

98-10 

1-250 

28-8 

50 

39-82 

1-515 

49-0 

103 

99-07 

1-255 

29-3 

51 

40-58 

1-520 

49-4 

104 

99-67 

1-260 

29-7 

52 

41-34 
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Table  of  Percentages  of  Caustic  Soda  (Sodium  Hydrate). 


Specific  Gravity. 

Degree 
Baume. 

Degree 
Twaddell. 

Percentage 
NaOH. 

1-007 

1 

1-4 

0-61 

1-014 

2 

2-8 

1-20 

1-022 

3 

4-4 

2-00 

1-029 

4 

5-8 

2-71 

1-036 

5 

7-2 

3-35 

1-045 

6 

9-0 

4-00 

1-052 

7 

10-4 

4-26 

1-060 

8 

12-0 

5-29 

1-067 

9 

13-4 

5-87 

1-075 

10 

15-0 

,          6-55 
7-31 

1-083 

11 

16-6 

1-091 

12 

18-2 

8-00 

1-100 

13 

20-0 

8-68 

1-108 

14 

21-6 

9-42 

1-116 

15 

23  2 

10-06 

1-125 

16 

25-0 

10-97 

1-134 

17 

26-8 

11-84 

1-142 

18 

28-4 

12-64 

1-152 

19 

30-4 

13-55 

1-162 

20 

32-4 

14-37 

1-171 

21 

34-2 

15-13 

1-180 

22 

36-0 

15-91 

1-190 

23 

38-0 

16-77 

1-200 

24 

40-0 

17-67 

1-210 

25 

42-0 

18-58 

1-220 

26 

44-0 

19-58 

1-231 

27 

46-2 

20-59 

1-241 

28 

48-2 

21-42 

1-252 

29 

50-4 

22-64 

1-263 

30 

52-6 

23-67 

1-274 

31 

54-8 

24-81 

1-285       ^. 

32 

57-0 

25-80 

1-297 

33 

59-4 

26-83 

1-308 

34 

61-6 

27-80 

1-320 

35 

64-0 

28-83 

1-332 

36 

66-4 

29-93 

1-345 

37 

69-0 

31-22 

1-357 

38 

71-4 

32-47 

1-370 

39 

74-0 

33-69 

1-383 

40 

76-6 

34-96 

1-397 

41 

79-4 

36-25 

1-410 

42 

82-0 

37-47 

1-424 

43 

84-8 

38  80 

1-438 

44 

87-6 

39-99 

1-453 

45 

90-6 

41-41 

1-468 

46 

93-6 

42-83 

1-483 

47 

96-6 

44-38 

1-498 

48 

99-6 

46-15 

1-514 

49 

102-8 

47-60 

1-530 

50 

106-0 

49-02 
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Table  of  Percentage  of  Sulphuric  Acid  {Lunge  and  Isler). 


Specific  Gravity 
.  15° 

Degree 

Percentage 

Specific  Gravity 

^  15° 

Degree 

Percentage 

at  -^. 
4° 

Baume. 

H^04. 

-V- 

Baume. 

^H^0^. 

1-000 

0 

0-09 

1-560 

51-8 

65-08 

1-010 

1-4 

1-57 

1-570 

52-4 

65-90 

1-020 

2-7 

3-03 

1-580 

53-0 

66-71 

1-030 

4-1 

4-49 

1-590 

53-6 

67-59 

1-040 

5-4 

5-96 

1-600 

54-1 

68-51 

1-050 

6-7 

7-37 

1-610 

54-7 

69-43 

1-060 

8-0 

8-77 

1-620 

55-2 

70-32 

1-070 

9-4 

10-19 

1-630 

55-8 

7116 

1-080 

10-6 

11-60 

1-640 

56-3 

71-99          ! 

1-090 

11-9 

12-99 

1-650 

56-9 

72-82 

1-100 

13-0 

14-35 

1-660 

57-4 

73-64 

1-110 

14-2 

15-71 

1-670 

57-9 

74-51 

1-120 

15-4 

17-01 

1-680 

58-4 

75-42 

1-130 

16-5 

18-31 

1-690 

58-9 

76-30 

1-140 

17-7 

19-61 

1-700 

59-5 

77-17 

1-150 

18-8 

20-91 

1  710 

60-0 

78-04 

1-160 

19-8 

22-19 

1-720 

60-4 

78-92 

1-170 

20-9 

23-47 

1-730 

60-9 

79-80 

1-180 

22-0 

24-76 

1-740 

61-4 

80-68 

1-190 

23-0 

26-04 

1-750 

61-8 

81-56 

1-200 

24-0 

27-32 

1-760 

62-3 

82-44 

1-210 

25-0 

28-58 

1-770 

62-8 

83-32 

1-220 

26-0 

29-84 

1-780 

63-2 

84-50 

1-230 

26-9 

31-11 

1-790 

63-7 

85-70 

1-240 

27-9 

32-28 

1-800 

64-2 

86-90 

1-250 

28-8 

33-43 

1-810 

64-6 

88-30 

1-260 

29-7 

34-57 

1-820 

65-0 

90-05 

1-270 

30-6 

35-71 

1-821 

90-20 

1-280 

31-5 

36-87 

1-822 

65-1 

90-40 

1-290 

32-4 

38-03 

1-823 

90-60 

1-300 

33-3 

39-19 

1-824 

65-2 

90-80 

1  310 

34-2 

40-35 

1-825 

91-00 

1-320 

35-0 

41-50 

1  -826      .^ 

65-3 

91-25 

1-330 

35-8 

42-66 

1-827 

91-50 

1-340 

36-6 

43-74 

1  -828 

65-4 

91-70 

1-350 

37-4 

44-82 

1-829 

91-90 

1-360 

38-2 

45-88 

1-830 

92-10 

1-370 

39-0 

46-94 

1-831 

65-5 

92-30 

1-380 

39-8 

48-00 

1-832 

... 

92-52 

1-390 

40-5 

49-06 

1-833 

65-6 

92-75 

1-400 

41-2 

50-11 

1-834 

93-05 

1-410 

42-0 

51-15 

1-835 

65-7 

93-43 

1-420 

42-7 

52-15 

1-836 

93-80 

1-430 

43-4 

53-11 

1-837 

94-20 

1-440 

44-1 

54-07 

1-838 

65-8 

94-60 

1-450 

44-8 

55-03 

1-839 

95-00 

1-460 

45-4 

55-97 

1-840 

65-9 

95-60 

1-470 

46-1 

56-90 

1-8405 

... 

95-95 

1-480 

46-8 

57-83 

1-8410 

97-00 

1-490 

47-4 

58-74 

1-8415 

97-70 

1-500 

48-1 

59-70 

1-8410 

98-20 

1-510 

48-7 

60-65 

1-8405 

98-70 

1-520 

49-4 

61-59 

1  -8400 

99-20 

1-530 

50-0 

62-53 

1-8395 

99-45 

1-540 

50-6 

63-43 

1-8390 

99-70 

1-550 

51-2 

64-26 

1-8385 

99-95 

sH 
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Table  of  Pepcentage  of  Aqueous  Ammonia  Solution  at  15° 

(Lunge  and   Wiernicic). 


The  numbers  given  in  the  third  column  are  corrections  to  be  applied  for  the  interval 
of  temperature  13°  to  17°.  If,  for  example,  the  specific  gravity  has  been  found  to  be 
0-900  at  13°,  the  value  at  15°  is  found  by  subtracting  2x0-00057  =  0-001  from  this 
number  (0-900).  One  obtains  the  value  0-899,  and  therefore  the  percentage  of  ammonia 
is  ^  per  cent,  higher. 


Specific 
Gravity. 

Percentage 
NH3. 

Correction 
for  it  1°. 

Specific 
Gravity. 

Percentage 
NH3. 

Correction 
for  ±  1°. 

1-000 

0-00 

0-00018 

0-940 

15-63 

0-00039 

0-998 

0-45 

0-00018 

0-938 

16-22 

0-00040 

0-996 

0-91 

0-00019 

0-936 

16-82 

0-00041 

0-994 

1-37 

0-00019 

0-934 

17-42 

0-00041 

0-992 

1-84 

0-00020 

0-932 

18-03 

0-00042 

0-990 

2-31 

0-00020 

0-930 

18-64 

0-00042 

0-988 

2-80 

0-00021 

0-928 

19-25 

0-00043 

0-986 

3-30 

0-00022 

0-926 

19-87 

0-00044 

0-984 

3-80 

0-00022 

0-924 

20-49 

0-00045 

0-982 

4-30 

0-00022 

0-922 

21-12 

0  00046 

0-980 

4-80 

0-00023 

0-920 

21-75 

0-00047 

0-978 

5-30 

0-00023 

0-918 

22-39 

0-00048 

0-976 

5-80 

0-00024 

0-916 

23-03 

0-00049 

0-974 

6-30 

0-00024 

0-914 

23-68 

0-00050 

0-972 

6-80 

0-00025 

0-912 

24-33 

0-00051 

0-970 

7-31 

0-00025 

0-910 

24-99 

0-00052 

0-968 

7-82 

0-00026 

0-908 

•25-65 

0-00053 

0-966 

8-33 

0-00026 

0-906 

26-31 

0-00054 

0-964 

8-84 

0-00027 

0-904 

26-98 

0-00055 

0-962 

9-35 

0-00028 

0-902 

•27-65 

0-00056 

0-960 

9-91 

0-000-29 

0-900 

28-33 

0-00057 

0-958 

10-47 

0-00030 

0-898 

29-01 

0-00058 

0-956 

11-03 

0-00031 

0-896 

29-69 

0-000.59 

0-954 

11-60 

0-00032 

0-894 

30-37 

0-00060 

0-952 

12-17 

0-00033 

0-892 

31-05 

0-00060 

0-950 

12-74 

0-00034 

0-890 

31-75 

0-00061 

0-948 

13-31 

o-oooaS" 

0-888 

32-50 

0-00062 

0-946 

13-88 

0-00036 

0-886 

33-25 

0-00063 

0-944 

14-46 

0-00037 

0-884 

34  10 

000064 

0-942 

15-04 

0-00038 

0-882 

34-95 

0-00065 
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Specific  Gravity  of  Solutions  of  Tannic  Acid  at  15° 

(Trammer). 


Specific 

Percentage 

Specific 

Percentage 

Specific 

Percentage 

Gravity. 

Tannic  Acid. 

Gravity. 

Tannic  Acid. 

Gravity. 

Tannic  Acid. 

1  -0040 

1-0 

1-0092 

2-3 

1-0144 

3-6 

1-0044 

1-1 

1-0096 

2-4 

1-0148 

3-7 

1-0048 

1-2 

1-0100 

2-5 

1-0152 

3-8 

1-0052 

1-3 

1-0104 

2-6 

1-0160 

4-0 

1-0056 

1-4 

1-0108 

2-7 

10164 

4-1 

1-0060 

1-5 

1-0112 

2-8 

1-0168 

4-2 

1-0064 

1-6 

1-0116 

2-9 

1-0172 

4-3 

1-0068 

1-7 

1  -0120 

3-0 

1-0180 

4-5 

1-0072 

1-8 

1-0124 

3-1 

1-0184 

4-6 

1-0076 

1-9 

1-0128 

3-2 

10188 

4-7 

1-0080 

2-0 

1-0132 

3-3 

1-0192 

4-8 

10084 

2-1 

1-0136 

3  4 

1-0196 

4-9 

1-0088 

2-2 

1-0140 

3-5 

1-0200 

5-0 

1-0242 

6 

1-0489 

12 

1-0740 

18 

1-0324 

8 

1  -0572 

14 

1-0824 

20 

1-0406 

10 

i         1-0656 

16 

Specific  Gravity  of  Solutions  of  Sodium  Carbonate  at  15° 

[Lunge). 


Percentage  by  Weight. 

Specific 
Gravity. 

Degrees 
Baume. 

Degrees 
Twaddell. 

1 

1 

Na.COs. 

Xa^COy  +  lOAq. 

1-007 

1 

1-4 

0-67 

1-807 

1-014 

2 

2-8 

1-33 

3-587 

1-022 

3 

4-4 

2  09 

5-637 

1-029 

4 

5-8 

2-76 

7-444 

1-036 

5 

7-2 

3-43 

9-251             j 

1-045 

6 

9-0 

4-29 

11-570             ' 

!            1-052 

/ 

10-4 

4-94 

13-323 

1-060 

8 

12-0 

5-71 

15-400 

1-067 

-^ 

13-4 

6-37 

17-180 

1-075 

lb 

15-0 

7-12 

19-203 

1083 

11 

16-6 

7-88 

21-252              \ 

1-091 

12 

18-2 

8-62 

23-248 

1-100 

13 

20-0 

9-43 

25-432 

1-108 

14 

21-6 

1019 

27-482 

1-116 

15 

23-2 

10-95 

29-532 

1-125 

16 

25-0 

11-81 

31-851 

1-134 

17 

26-8 

12-61 

34-009 

1-142 

a8 

28-4 

13-16 

35-493 

1-152 

19 

30-4 

14-24 

38-405 

25 
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Specific  Gravity  of  Solutions  of  Common  Salt  at  15°  (Gerlach) 


Specific 

Percentage 

Specific 

Percentage. 

Specific 

Percentage 

Gravity. 

NaCl. 

Gravity. 

NaCl. 

Gravity. 

NaCl. 

1-00725 

1 

1-07335 

10 

1-14315 

19 

1-01450 

2 

1-08097 

11 

1-15107 

20 

1-02174 

3 

1-08859 

12 

1-15931 

21 

1  -02899 

4 

1-09622 

13 

1-16755 

22 

1-03624 

5 

1-10384 

14 

1-17580 

23 

1  -04366 

6 

1-11146 

15 

1-18404 

24 

1-05108 

7 

1-11938 

16 

1-19228 

25 

1-05851 

8 

1-12730 

17 

1-20098 

26 

1-06593 

9 

1-13523 

18 

1  -20433 

26-395 

Specific  Gravity  of  Solutions  of  Sodium  Sulphate 
(Glauber's  Salt)  at  19°  (Schiff). 


Specific 

Percentage 

Percentage 

Specific 

Percentage 

Percentage 

Gravity. 

NaaSO^  +  lOAq. 

NaaSO^. 

Gravity. 
1-0642 

NaoSGj  +  lOAq. 

Na2S04. 

1-0040 

1 

0-441 

16 

7-056 

1-0079 

2 

0-881 

1-0683 

17 

7-497 

1-0118 

3 

1-323 

1-0725 

18 

7-938 

1-0158 

4 

1-764 

1-0766 

19 

8-379 

1-0198 

5 

2-205 

1-0807 

20 

8-820 

1-0238 

6 

2-645 

1-0849 

21 

9-261 

1-0278 

7 

3-087 

1-0890 

22 

9-702 

1-0318 

8 

3-528 

1-0931 

23 

10-143 

1-0358 

9 

3-969 

1-0973 

24 

10-584 

1-0398 

10 

4-410 

1-1015 

25 

11-025 

1-0439 

11 

4-851 

1-1057 

26 

11-466 

1-0479 

12 

5-292 

1-1100 

27 

11-907 

1  -0520 

13 

5-373 

1-1142 

28 

12-348 

1-0560 

14 

6-174 

1-1184 

29 

12-789 

1  -0601 

15 

6-615 

1-1226 

30 

13-230 

Specific  Gravity  of  Solutions  of  Sodium  Bisulphite  at  15° 


Specific  Gravity. 

Percentage  NaHSOg. 

Percentage  SOg. 

1-008 

1-6 

0-4 

1-022 

2-1 

1-3 

1-038 

3-6 

2-2 

1-052 

5-1 

3-1 

1-068 

6-5 

3-9 

1-084 

8-0 

4-8 

1-100 

9-5 

5-7              1 

1-116 

11-2 

6-8 

1-134 

12-8 

7-8 

•       1-162 

14-6 

9-0 

1-171 

16-5 

10-2 

1-190 

18-5 

11-5 

1-210 

20-9 

12-9 

1-230 

23-5 

14-5 

1-252 

25-9 

15-9 

1-275 

28-9 

17-8 

1-298 

31-7 

19-6 

1-321 

34-7 

22-5 

'              1-345 

38 

23-6 
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Specific  Gravity  of  Solutions  of  Sodium  Acetate  at  17*5° 

{Gerlach). 


Specific  Gravity. 

Percentage 
CHgCOONa. 

Percentage 
CHgCOONa  +  SHsO. 

1-015 

3-015 

5 

1-031 

6-030 

10 

1-047 

9-045 

15 

1063 

12-060 

20 

1-0795 

15075 

25 

1-096 

18-090 

30 

1-113 

21-105 

35 

1-1305 

24-120 

40 

1-1485 

27-135 

45 

1-1670 

30-150 

50 

Specific  Gravity  of  Solutions  of  Chloride  of  Lime  at  15° 


Specific  Gravity, 

Grams  active 
Chlorine  per  litre. 

1-105 

64 

1-097 

60 

1-087 

55 

1-078 

50 

1-069 

45 

1-060 

40 

1-053 

35 

1-045 

30 

1-037 

25 

1-030 

20 

1-023 

15 

1-015 

10 

1-008 

5 

Specific  Gravity  of  Solutions  of  Sulphate  of  Alumina  at  15° 


Specific  Gravity. 

Percentage 

Al2(S04)3. 

Specific  Gravity. 

Percentage 

1-0170 

1 

1-1467 

14 

1  -0270 

2 

1-1574 

15 

1-0370 

3 

1-1668 

16 

1-0470 

4 

1-1770 

17 

1-0569 

5 

1-1876 

18 

1-0670 

6 

1-1971 

19 

1-0768 

7 

1-2074 

20 

1-0870 

8 

1-2168 

21 

1-0968 

9 

1-2274 

22 

j           1-1071 

10 

1-2375 

23 

1-1171 

11 

1-2473 

24 

1-1270 

12 

'            1  -2573 

25 

1-1369 

13 

1 
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Specific  Gravity  of  Solutions  of  Acetate  of  Alumina  at  17° 


Specific  Gravity. 

Grams  AlgO^ 
per  litre. 

1-100 
1-098 
1-086 
1-074 
1-062 
1-050 
1-038 
1-025 
1-012 

40-8 
40 
35 
30 
25 
20 
15 
10 
5 

Specific  Gravity  of  Solutions  of  Tartar  Emetic  at  17  "5°  (Streit). 


Specific 
Gravity. 

Percentage 
Tartar  Emetic. 

Specific 
Gravity. 

Percentage 
Tartar  Emetic. 

Specific 
Gravity. 

Percentage 
Tartar  Emetic. 

1-005 
1-007 
1-009 
1-012 

0-5 
1-0 
1-5 
2-0 

1-015 
1-018 
1-022 
1-027 

2-5 
3-0 

3-5             1 
4-0           : 

1-031 
1-035 
1-038 
1-044 

4-5 
5-0 
5-5 
6-0 

Specific  Gravity  of  Solutions  of  Copper  Sulphate  at  17° 


Specific  Gravity. 

Percentage 
CiiS04  +  5H2O. 

Specific  Gravity. 

Percentage 
CUSO4  +  5H2O. 

1-0126 
1-0254 
10384 
1-0516 
1-0649 
1-0785 

2 
4 
6 
8 
10 
12 

1-0933 
1-1063 
1-1208 
1-1354 
1-1501 
1-1659 

14 
16 
18 
20 
22 
24 
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Specific  Gravity  of  Solutions  of  Chromium  Acetate  at  17\ 


Specific  Gravity. 

Grams  CrjOj 
per  litre. 

Specific  Gravity. 

Grams  CrgOg 
per  litre. 

1-007 

5 

1-084 

60 

1-014 

10 

091 

65 

1-021 

15 

098 

70 

1-028 

20 

105 

75 

1-035 

25 

112 

80 

1-042 

30 

119 

85 

1-049 

35 

126 

90 

1-056 

40 

133 

96 

1-063 

45 

140 

100 

1-070 

50 

147 

105 

1-077 

55 

1-151 

107 

Specific  Gravity  of  Solutions  of  Pyrolignite  of  Iron 
(Iron  Acetate)  at  18°. 


Specific  Gravity. 
1-274 

Grams  FejOj 
per  litre. 

Specific  Gravity. 

Grams  FeoOa 
per  litre. 

190 

1-137 

95 

1-266 

185 

1-130 

90 

1-258 

180 

1-123 

85 

1-250 

175 

1-116 

80 

1-242 

170 

1-109 

75 

1-235 

165 

1-102 

70 

1-228 

160 

1-095 

65 

1-221 

155 

1-088 

60 

1-214 

150 

1-081 

55 

1-207 

145 

1-074 

50 

1-200 

140 

1-067 

45 

1-193 

135 

1-060 

40 

1-186 

130 

1-053 

35 

1-179 

125 

1-046 

30 

1-172 

120 

1-039 

25 

1-165 

115 

1-032 

20 

1-158 

110 

1-025 

15 

1-151 

105 

1-018 

10 

1-144 

100 

1-010 

5 

Specific  Gravity  of  Solutions  of  Ferrous  Sulphate  at  15° 


Specific  Gravity. 

Percentage 
FeSO^  +  7H20. 

Specific  Gravity. 

Percentage 
FeS04  +  7H20. 

1-011 
1-021 
1-032 
1-043 
1-054 
1  -065 

2 
4 
6 
8 
10 
12 

1-082 
1-112 
1-143 
1-174 
1-206 
1-239 

15 
20 
25 
30 
35 
40 
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Comparative  Hydrometer  Scale,  Sp.  Gr.,  Twaddell,  and  Baum6, 

at  12-5°  C. 


Twaddell. 

Baume. 

[i 
Specific  Gravity. 

Twaddell. 

Baume. 

Specific  Gravity. 

0 

0 

1-000 

54 

1 
30-6 

1-270 

1 

0-7 

1-005 

55 

31-1 

1-275 

2 

1-4 

1-010 

56 

31-5           \ 

1-280 

3 

2-1 

1-015 

57 

32-0           1 

1-285 

4 

2-7 

1-020 

58 

32-4           ; 

1-290 

5 

3-4 

1-025 

59 

32-8 

1-295 

6 

4-1 

1-030 

60 

33-3 

1-300 

7 

4-7 

1-035 

61 

33-7 

1-305 

8 

5-4 

1-040 

62 

34-2 

1-310 

9 

6-0 

1-045 

63 

34-6 

1-315 

10 

6-7 

1-050 

64         ' 

35-0 

l-3'20 

11 

7-4 

1-055 

65 

35-4 

1-325 

12 

8-0 

1-060 

66 

35-8 

1-330 

13 

8-7 

1-065 

67 

36-2 

1-335 

14 

9-4 

1-070 

68 

36-6 

1-340 

15 

10-0 

1-075 

69 

37-0 

1-345 

16 

10-6 

1-080 

70 

37-4 

1-350 

17 

11-2 

1-085 

71 

37-8 

1  -355 

18 

11-9 

1-090 

72 

38-2 

1-360 

19 

12-4 

1-095 

73 

38-6 

1-365 

20 

13-0 

1-100 

74 

39-0 

1-370 

21 

13-6 

1-10.5 

75 

39-4 

1-375 

22 

14-2 

1-110 

76 

39-8 

1-380 

23 

14-9 

1-115 

77 

40-1 

1-385 

i          24 

15-4 

1-120 

78 

40-5 

1-390 

25 

16-0 

1-125 

79 

40-8 

1-395 

26 

16-5 

1-130 

80 

41-2 

1-400 

27 

17-1 

1-135 

81 

41-6 

1-405 

28 

17-7 

1-140 

82 

42-0 

1-410 

29 

18-3 

1-145 

83 

42-3 

1-415 

30 

18-8 

1-150 

84 

42-7 

1-420 

31 

19-3 

1-155 

85 

43-1 

1-425 

32 

19-8 

1-160 

86 

43-4 

1-430 

33 

20-3 

1-165 

87 

43-8 

1-435 

34 

20-9 

1-170 

88 

44-1 

1-440 

35 

21-4 

1-175 

89 

44-4 

1-445 

36 

22-0 

1-180 

90 

44-8 

1-450 

37 

22-5 

1-185 

91 

45-1 

1-455 

38 

23-0 

1-190 

92 

45-4 

1-460 

39 

23-5 

1-195 

93 

45-8 

1-465 

40 

24-0 

1-200 

94 

46-1 

1-470 

41 

24-5 

1-205 

95 

46-4 

1-475 

42 

25-0 

1-210 

96 

46-8 

1-480 

43 

25-5 

1-215 

97 

47-1 

1-486 

44 

26-0 

1-220 

98 

47-4 

1-490 

45 

26-4 

1-225 

99 

47-8 

1-495 

46 

26-9 

1-230 

100 

48-1 

1'500 

47 

27-4 

1-235 

101 

48-4 

1*505 

48 

27-9 

1--240 

102 

48-7 

1-510 

49 

28-4 

1-245 

103 

49-0 

1-515 

50 

28-8 

1-250 

104 

49-4 

1-520 

51 

29-3 

1-255 

105 

49-7 

i            1-525 

52 

29-7 

1-260 

106 

50-0 

1            1-530 

53 

30-2 

1-265 

! 

To  convert  degrees  Tw.  into  sp.  gr.,  multiply  by  5,  add  1000,  and  divide  by  1000. 


EREATA  AND  ADDENDA. 

To  page  66.     Lithol  red  R  fB]  is  )3-naphthylamine-l-sulphomc  acid  +  )3-naphthol. 

Of  the  various  brands  of  Heliopui'puriues  which  are  used  extensively  for  making  lakes,  the 
combination  of /3-naphthyIamine-l  :  6-disulphonic  acid  +  )8-naphthol  disulphonic  acid  R  gives  a 
bluish-red  lake. 

)8-naphthylamine-3  :  6-disulphonic  acid  +  j8-naphthol-3  :  6  :  8-trisulphonic  acid  gives  a 
yellowish-red  lake. 

j3-naphthylamine-3  :  6-disulphonic  acid  +  a-naphthol-3  :  6-disulphonic  acid  gives  a  red  lake. 

Line  10.     For  Azocochenille  read  Azocochineal. 

To  "page  67.     Anthracene  acid  brown  B  [C]  is 

Nitroamidosalicylic  acids^ 

^m-phenylenediamine. 
a-naphthylamine  ^ 

To  page  71.     "Wool  red  G  [B]  is 

yphenol-o-sulphonic  acid. 
Benzidine<y 

^amidonaphthol  sulphonic  acid  7  (in  acid  solution). 

Pages  88  and  89.     For  New  fuchsin  read  New  magenta. 

To  page  120.     Alizarine  irisol  has  the  constitution 


Anthraquinone  green  GX 

so,h) 


^°'   NH.C6H4.S03H 


CO        NH.CeH,.S03H 

I        I 
^"       NHC«H, 


Alizarine  pure  blue 


CO 
CO 


NH2 

Br 


NH-CgH^SOsH 


To  page  219.     For  the  preparation  of  Neville  &  Winther's  acid  by  the  bisulphite  method, 
see  E.P.  16,807»9. 


%<)\ 


INDEX. 


Absori'TION  theory  of  dyeing,  32. 
Acetanilide,  nitration  of,  23. 

preparation  of,  201. 
Acetate  of  alumina,  specific  gravity  of,  388. 

iron,  s])ecific  gravity  of,  889. 
Acetic  acid,  strength  of,  380. 
Acetyl-jo-phenylenediamine,  20. 
7  Acid,  17. 
*  Acid,  15. 

Acid  alizarine  blue  GR,  123. 
BB,  123. 
reactions  of,  336. 
blue  6G,  81. 
dyestufl's,  35. 
dyeing  of,  289. 
reactions  of,  347,  348. 
green,  80. 

reactions  of,  326. 
magenta,  92. 

reactions  of,  326. 
rosamine,  102. 
violet  N,  reactions  of,  327. 
violets,  92. 
yellow,  63. 
Acridine,  112. 
dyestuffs  from,  112. 
orange,  113. 

R  extra,  113. 
red,  98. 
yellow,  113. 
Adjective  dyes,  35. 
Aldehydes,  31. 
Aldimides,  31. 
Alizarine,  115. 

derivatives  of,  119. 
preparation  of,  225. 
reactions  of,  334. 

on  the  fibre,  356. 
GD,  122. 
RX,  122. 
red  S,  120. 
SS,  122. 
SSS,  121. 
SX  extra,  122. 
black  P,  122. 

reactions  of,  336. 
S,  114. 
Alizarine  blue,  120. 
reactions  of,  335. 
acid  BB  and  GR,  123. 
S,  120. 
Bordeaux  B,  122. 
cardinal,  119. 


Alizarine  cyanine  R,  123. 
garnet,  119. 
green  B,  131. 
G,  131. 
S  [B],  122. 
S  [M],  120. 
reactions  of,  335. 
indigo  blue  S,  123. 
irisol,  391. 
isomerides  of,  120. 
lakes  of,  119. 
maroon,  119. 
orange  G,  121. 

reactions  of,  334. 
pure  blue,  391. 
yellow,  64. 
A,  114. 

preparation  of,  254. 
C,  114. 
GG,  65. 
FB,  73. 
R,  65. 
Alkali  blue,  92. 

preparation  of,  248. 
violet,  93. 
Alsace  green  J.     See  Gambin  G  or  Y. 
Alumina  mordants,  292. 
Amaranth.     See  Fast  red  D. 
Amethyst  violet,  143. 
^-Amidoacetanilide,  20. 

preparation  of,  203. 
o-Amidoalizarine,  119. 
j3-Amidoalizarine,  119. 
Amidoazobenzene,  discovery  of,  61, 
from  diazoamidobenzene,  52, 
Indulines  from,  143. 
reduction  of,  53. 

with  concentrated  sulphuric  acid,  53, 
Araidoazo-compounds,  62. 
discovery  of,  61, 
formation  of,  47. 
laws  regulating  formation  of,  49. 
mode  of  formation  of  dyestuffs  from,  146. 
Amidoazotoluene,  1 9. 
preparation  of,  260. 
p-Amidobenzaldehyde,  83. 
Amidobenzene.     See  Aniline. 
/>-Amidobenzyl  alcohol,  87. 
Amido-compounds  (benzene  series),  19. 

(naphthalene  series),  24. 
Amido-group,  as  auxochrome,  38. 
reactions  of,  21. 
when  not  diazotisable.  49. 
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Amido-G  acid,  14. 
o-Amidomandelic  acid,  159. 
1  :  8-Amidonaphthol-3  :  6-disulphonic  acid  (H 
acid),  17. 
preparation  of,  220. 

1  :  8-Amidonaphthol-2  :  4-disulphonicacid,  17. 

2  :  8-Amidonaphthol-3  : 6  -disulphonic  acid,  17. 
Amidonaphthol  sulphonic  acids,  analysis  of, 

281. 
combination  of,  with  diazo-salts,  51. 

1  :  8-Amidonaphthol-4-sulplionic  acid,  16. 

2  :  8-Amidonaphthol-6-sulphonicacid  (7  acid), 

17. 

combination  of,  with  diazo-salts,  48. 

preparation  of,  222. 
Amidophenols,  formation  of,  27. 
p-Amidophenol,  sulphur  colours  from,  167. 
o-Amidophenylacetic  acid,  159. 
Amido-R  acid,  14. 
Ammonia,  strength  of,  384. 
Aramoniacal  liquor,  4. 
Ammonium  base  of  rosaniline,  86. 
Analysis  of  dyestuffs,  341. 
Anhydroformaldehydeaniline,  88. 
Aniline,  19. 

analysis  of,  271. 

diazotisation  of,  226. 

oxidation  of,  82. 

preparation  of,  200. 
Aniline  black,  37,  149. 

production  on  the  fibre,  295. 
reactions  of,  on  the  fibre,  356,  358. 

blue  (spirit  soluble),  preparation  of,  246. 

oil  for  blue,  90. 
for  red,  89. 

annlysis  of,  272. 

salt,  analysis  of,  272. 

sulphonic  acid  of,  23. 

yellow,  first  manufactured,  61. 
Anthracene,  analysis  of,  281. 

in  heavy  oil,  3. 

oxidation  of,  3. 

purification  of,  3. 
Anthracene  acid  brown  B,  391. 

blue  WR,  123. 

brown,  121. 

dyestufl's,  reactions  of,  on  the  fibre,  356. 

oil,  3. 
Anthracite  black  S,  68. 
Anthrapurpurine,  117. 
Anthraquinone  sulphonic  acid,  117. 

preparation  of,  224. 
Anthraquinone,  116. 

green  GX,  391. 

disulphonic  acid,  117. 

preparation  of,  223. 
Anthrarufine,  121. 
Application  of  the  dyestuflFs,  32. 
Apigenine,  172. 
Apiine,  172. 

Aposafranines,  constitution  and  history  of,  134. 
Aposafranole,  138. 
Arsenic  acid  as  oxidising  agent,  82. 
Atlas  red,  63. 
Atomic  weights,  379. 
Auramine  G,  78. 

0,77, 


Auramine  0,  preparation  of,  241. 

reactions  of,  323. 
Auramine  hydrochloride,  formula  of,  77. 
Aurantia,  45. 
Aurine,  93. 
Auxochrome,  38. 
Azaline,  154. 

Azarine  S,  reactions  of,  317. 
Azine  green  GB,  140. 
S,  141. 

group,  132. 

scarlet  G,  340. 
Azobenzene,  with  concentrated  sulphuric  acid, 

53. 
Azo  blue,  71, 

reactions  of,  346. 
Azocarmine  B,  140. 

G,  139. 
base,  146. 
Azococcine  2R,  65. 
Azocochineal,  66. 
Azo-compounds,  abnormalities,  52. 

action  of  concentrated  sulphuric  acid  on,  53. 

as  mordant  dyestuffs,  55. 

colour  of,  55. 

colours  with  sulphuric  acid,  53. 

constitution  of,  53. 

disazo-,  66. 

division  of,  62. 

formation  of,  47. 

from  tetrazo- salts,  69. 

historical,  61. 

hydrazone  form  of,  54. 

internal  formation  of,  53. 

laws  regulating  formation  of,  49. 

monazo-,  62. 

reduction  of,  53. 

substantive  to  cotton,  57. 

tetrakisazo,  74. 
Azo-dyestuffs,  analysis  of,  300. 
with  titanous  chloride,  302. 

reactions  of,  346. 
Azoeosine,  66. 
Azofuchsine  B,  65. 

G,  66. 
Azo  green,  55,  81. 

Azonaphthalenes,  with  sulphuric  acid,  53. 
Azo  orange,  74. 
Azophor  blue,  49. 

red,  49. 
Azorubine,  66. 
Azoxy-dyestuffs,  45. 

Baking  process,  9. 
Bases,  in  heavy  oil,  3. 

not  yielding  substantive  cotton  dyes,  59. 

used  for  substantive  cotton  dyes,  58. 

yielding  rosanilines  on  oxidation,  85. 

yielding  safranines  on  oxidation,  141. 
Basic  dyestuffs,  35. 

dyeing  of,  289. 

reactions  of,  347,  348. 

reactions  of,  on  the  fibre,  357,  358. 
Basle  blue  R,  140. 

S,  141. 
Benzal  chloride,  preparation  of,  210. 
Benzaldehyde,  31. 
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Benzaldehyde,  analysis  of,  279. 

preparation  of,  210. 
Benzene,  amido -derivatives  of,  19. 
analysis  of,  270. 
diamido-derivatives  of,  20. 
from  acetylene,  2. 
from  coke  ovens,  3. 
from  methane,  2. 
hydroxyl  derivatives  of,  27. 
in  coal-tar,  1. 
in  light  oil,  3. 
purification  of,  3. 
sulphonation  of,  9. 
yearly  output  of,  3. 
Benzene  diazonium  chloride,  26. 
Benzene-7*i-disulphonic  acid,  27. 
Benzene  sulphonic  acid,  27. 
Benzidine,  20. 
analysis  of,  278. 
diazotisation  of,  231. 
homologues  of,  57. 
preparation  of,  208. 
Benzidine-?)i-disulphonic  acid,  59. 
Benzidinesulphone,  59. 
Benzoazurine  G,  71. 
Benzo  black  blue  U,  73. 
5G,  73. 
R,  73. 
brown  B,  74. 

G,  74. 
fast  pink,  71. 
Benzoflavine,  112,  113, 

preparation  of,  253. 
Benzo  grey,  72. 
Benzoic  acid,  29. 

analysis  of,  279. 
Benzo  indigo  blue,  72. 
Benzonitrile,  hydrolysis  of,  29. 
Benzo  olive,  73. 
Benzopurpurine  B,  71. 
reactions  of,  321. 
4B,  70. 
analysis  of,  304. 
preparation  of,  231. 
lOB,  71. 
Benzo  sky  blue,  preparation  of,  234. 

violet  R,  71. 
Benzyl  chloride,  31. 
Benzylideneaniline,  nitration  of,  23. 
Biebrich  scarlet,  68. 
discovery  of,  62. 
reactions  of,  319. 
Bindschedler's  green,  132. 
Bismarck  brown,  20,  72. 
discovery  of,  61. 
reactions  of,  322. 
Black,  Alizarine,  P,  122. 
reactions  of,  336. 
S,  114,  122. 
Aniline,  149,  295. 

reactions  of,  on  the  fibre,  356,  358. 
Anthracite,  B,  68. 
Columbia,  FB,  73. 

R,  72. 
Diamine,  BH,  71. 
RO,  70. 

preparation  of,  235. 


Black,  Diamine,  RO,  reactions  of,  322. 
Diaminogen  (for  cotton),  69. 
Diamond,  69. 

dyestuffs,  reactions  of,  on  the  fibre,  362. 
Fast,  131,  167. 
Katigene,  167. 
Naphthol,  B,  68. 

preparation  of,  237. 
6B,  69. 
Naphthylamine,  D,  69. 
Pyrogene,  167. 
Pyrrol,  167. 
Immedial,  167. 

Isodiphenyl,  preparation  of,  239. 
Sulphanil,  167. 
Sulphur,  T,  167. 

preparation  of,  265. 
Thionol.  167. 
Vidal,  167. 
Wool,  6B,  67. 
Black  blue,  Benzo,  R,  73. 
G,  73. 
5G,  73. 
Blue,  Azo,  71. 

reactions  of,  on  the  fibre,  357.    • 
Acid,  6G,  81. 

Alizarine,  BB,  reactions  of,  336. 
Alizarine,  120. 
pure,  391. 
reactions  of,  335. 
S,  120. 
Alkali,  92. 

preparation  of,  248. 
Aniline  (spirit  soluble),  preparation  of,  246. 
Anthracene,  WR,  123. 
Basle,  R,  140. 

S,  141. 
Benzo  sky,  preparation  of,  234. 
Brilliant  alizarine,  GR,  129. 
Capri,  GN,  129. 
Chicago,  6B,  71. 
Chrome,  91. 
Cotton,  82. 

R,  129. 
Delphin,  130. 
Diphenylaraine,  91. 

dyestutis,  reactions  of,  on  the  fibre,  353,  362. 
Fast,  129. 
acid,  R,  102. 

reactions  of,  329. 
Gallamine,  130. 
Glacier,  82. 
HiJchst  new,  93. 
Immedial,  167. 
Indoine,  R,  66,  167. 
Iris,  130. 
Lanacyl,  BB,  66. 
Lyons,  90. 
Melanogen,  167. 
Meldola's,  129. 

preparation  of,  257. 
reactions  of,  337. 
Metai)henylene,  B,  144. 
Methyl  alkali,  reactions  of,  328. 
Methylene,  B,  127. 
analysis  of,  305. 
preparation  of,  258. 


INDEX. 


395 


Blue,  Methylene,  B,  reactions  of,  337. 
on  the  fibre,  357. 
Milling,  141. 
Naphthazine,  144. 
Naphthol.     See  Meldola's  bhie. 
Naphthyl,  141,  143. 
Navy,  92. 
Neutral,  140. 
New,  R,  129. 
New  methylene,  N,  129. 

GG,  130. 
Nicholson's,  92. 
Night,  91. 
Nile,  A,  130. 

2B,  130, 
Opal,  preparation  of,  246. 
Patent,  A,  81. 

V,  reactions  of,  327. 
Phenylene,  131. 
Pyrogene,  167. 
Rosaniline,  90. 
Soluble,  preparation  of,  249. 

reactions  of,  328. 
Thiogene,  167. 
Thionine,  G,  128. 
Toluidine,  0,  128. 

reactions  of,  338. 
Toluylene,  132. 
Victoria,  B,  91. 

K,  91. 

4R,  91. 
Water,  92. 
Blue  black,  Naphthol,  67. 

preparation  of,  236. 
Naphthyl,  N,  69. 
Books  on  dyestuffs,  180. 
Bordeaux  BX,  68. 
discovery  of,  61. 
Alizarine,  B,  122. 
Brilliant  alizarine  blue  GR,  129. 
Congo,  70. 
crocein,  68. 

reactions  of,  320. 
green,  79. 

reactions  of,  323. 
orange  R,  66. 
Bronner's  acid,  12. 
Bronze,  Diamine,  G,  72. 
Brown,  Anthracene,  121. 

acid,  B,  391. 
Benzo,  B,  74. 

G,  74. 
Bismarck,  72. 

reactions  of,  322. 
Congo,  G,  73. 

R,  73. 
Diamine,  M,  71. 
Direct,  J,  74. 
dyestutfs,  reactions  of,    on  the   fibre,  354, 

378. 
Fast,  G,  67. 
Hessian,  BB,  74. 

MM,  75. 
Kyrogene,  167. 
Metachrome,  B,  63. 
Naphthylamine,  66. 
Resorcin,  67. 


Brown,  Sudan,  66. 
Toluylene,  75. 

Cachou  de  Laval,  167. 

Camphoride,  170. 

Capri  blue  GN,  129. 

Carbazol  yellow,  71. 

Carbinol  base  of  rosaniline,  85. 

Carbolic  acid.     See  Phenol. 

Carbonic  acid  used  in  phenol  extraction,  4. 

Carboxyl  compounds,  29. 

group,  reactions  of,  29. 
Cardinal,  Alizarine,  119. 
Caustic  soda,  strength  of,  382. 
Chemical  theory  of  dyeing,  32. 
Chicago  blue  6B,  71. 
Chloramine  yellow,  133. 
Chloranil,  115. 
Chloranilic  acid,  115. 
Chloride  of  lime,  specific  gravity  of,  387. 
^-Chloronitrobenzene,  20. 
o-Chloronitrobenzene,  alkaline  reduction  of,  21. 
Chloroxynaphthalinic  acid,  115. 
Chloroxynaphthoquinone,  115. 
Chromin  G,  153. 
Chrome  blue,  91. 

colours,  91, 

green,  91. 

mordants,  294. 

violet  (Bayer),  91. 
(Geigy),  95. 

yellow  D,  66. 
Chromium  acetate,  specific  gravity  of,  389. 
Chromogen,  38. 
Chromone,  172. 
Chroraophore,  38. 
Chromotrope  2B,  65. 

6B,  65. 

8B,  66. 

lOB,  66. 

reactions  of,  316. 

2R,  65. 

reactions  of,  316. 
Chrysamine  G,  70. 

preparation  of,  230. 
Chry.saniline,  112. 
Chrysine,  169. 
Chrysoidine  R,  63. 

discovery  of,  61. 

preparation  of,  226. 

reactions  of,  315, 
Chrysoidine  law,  49. 

exceptions  to,  49. 
Chrysoine,  66. 
Chrysoline,  103. 
Chrysophenine,  72. 
Cleve's  acids,  14. 
Claret,  Union  fast,  68. 
Classification  of  dyestuffs,  34. 
Cloth  red  B  [0],  68. 

reactions  of,  319, 
3B,  68. 
G,  68, 

scarlet,  68. 
Coal-tar,  occurrence  and  purification,  1. 

percentages  from  100  tons,  4. 

yield  from  one  ton,  4. 
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Coal-tar  fractions,  purification  of,  3. 
Coccine,  New,  66. 
Cochineal  scarlet  2R,  65. 
Ccenileine,  107. 

reactions  of,  333. 
S,  107. 
Coke  ovens,  used  in  producing  benzene   and 

toluene,  3. 
Colour  of  azo-compounds,  influence  of  groups 
on,  55. 
of  triphenyhnethane  dyestuffs,  95. 
Colours,  ingrain,  36. 
Columbia  black  FB,  73. 
R,  72. 
discovery  of,  62. 
green,  73. 
Compounds  present  in  coal-tar,  4. 
Commercial  xylene,  3. 
Congo,  Brilliant,  70. 
brown  G,  73. 

R,  73. 
Corinth,  70. 
red,  58,  70. 

analysis  of,  301. 
discovery  of,  62. 
reactions  of,  321 . 
on  the  fibre,  357 
Conditions  of  formation  of  substantive  cotton 

dyes,  61. 
Constitution  of  Alizarine,  117. 
azo-compounds,  53. 
diazo-salts,  25. 
the  Pyronines,  107. 
the  Rosaniline  dyestuffs,  85. 
the  Safranines  and  Aposafrauines,  134. 
Conversion  of  NH^  into  OH,  194. 
Copper  sulphate,  specific  gravity  of,  388. 
Corallin,  red  and  yellow,  94. 
Coreine  RR,  130. 
Cotton,  basic  dyestuffs  on,  35. 
developed  dyes  on,  37. 
mordant  dyestuffs  on,  36. 
substantive  cotton  dyes  on,  35. 
vat  dyes  on,  36. 
Cotton  blue,  92. 
R,  129. 
dyeing,  286. 
orange  R,  67. 

G,  63. 
yellow  G,  70. 
R,  66. 
Creosote  oils,  4. 
Crocein  3B,  63. 
acid,  16. 
biilliant,  68. 
scarlet  8B,  68. 
scarlet  0  extra,  68. 
Crystal  Ponceau,  64. 

scarlet  6R,  analysis  of,  303. 
violet,  89. 

reactions  of,  325. 
Crurapsall  yellow,  66. 
Curcumine  S,  46,"  - 
Cyanine,  Alizarine,  R,  123. 

or  Quinoline  blue,  154. 
Cyanol,  81. 
ejftra,  81. 


Cyanosine  spirit,  105. 
Cyanotriamidotriphenylmethane,  87. 
Cyclamine,  105. 

Dahl's  No.  III.  acid,  14. 

Delphin  blue,  130. 

Derivatives  of  Alizarine,  119. 

Developed  dyes,  37. 

Dialkyl-«i-amidophenols,  27. 

Diamidoazobenzenc,  59. 

Diamidocarbazol,  59. 

Diamido-derivatives  of  diphenyl,  20. 

jo-Diamidodibenzyl,  60. 

Diamidodihydrodimethylphenylacridine,  113. 

m-Dianiidodiphenic  acid,  59. 

Diamidodiphenylamine,  60. 

^-Diamidodiphenylmethane,  60. 

Diamidodiphenylurea,  60. 

Diamidofluorene,  59. 

1  :  4-Diamidonaphthalene,  60. 

1  :  5-Diamidonaphthalene,  60. 

1:5-  Diamidonaphthalene  -3:7-  disulphonic 

acid,  60. 
1  :  4-Diamidonaphthalene-6-sulphonic       acid, 

18. 
Diamidonaphthalene  sulphonic  acids,  combina- 
tion of,  with  diazo-salts,  51. 
Diamidonaphthalenes,    combination    of,   with 

diazo-salts,  51. 
Diamidostilbene,  60. 
Diamidostilbene  disulphonic  acid,  60. 
Diamidotriphenylmethane,  formation  of,  83. 
Diamine  black  BH,  71. 
RO,  70. 

discovery  of,  62. 
preparation  of,  235. 
reactions  of,  322. 

bronze  G,  72. 

brown  M,  71. 

fast  red  F,  70. 

preparation  of,  232 

green  B,  73. 

discovery  of,  62. 

sky  blue,  71. 

violet  N,  formation  of,  236. 
Diamines  (benzene  series),  20. 
m- Diamines,  use  of,  20. 
Diaminogen  black,  for  cotton,  69. 

dyes,  18. 
Diamond  black,  69. 

flavine,  66. 

fuchsin.     See  Diamond  magenta. 

green,  69. 

magenta,  89. 

yellow  G,  65,  66. 
R,  66. 
Dianisidine,  21,  58. 

analysis  of,  278. 

diazotisation  of,  234. 
0- Dianisidine,  diazo-salt  of,  48. 
Diazoamidobenzene,  52. 
Diazoamido-compounds,  formation  of,  52. 
Diazobenzene  chloride,  277. 

formula  of,  25. 
Diazo-com pound  of  naphthionic  acid,  13. 
ffn<2-Diazocyanide,  26. 
5J/?i-Diazocyanide,  26. 
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Diazonaphthionic  acid,  stability  of,  48. 
Diazonium  cyanide,  26. 

theory  of  diazo-salts,  26. 
aiUi-Dia.zo- oxide,  25. 
sr/?i-Diazo-oxide,  25. 
Diazo-salt  of  ^-nitraniline,  43. 

solution,  preparation  of,  48. 
Diazo-salts,  combination  of,  with   naphthols, 
naphthylamines,    and  their  sulphonic 
acids,  50. 

combination  of,  with  dioxy-  and  diamido- 
naphthalenes,  51. 

constitution  of,  25. 

diazonium  theory  of,  26. 

formation  of,  22. 

preparation  of,  24. 

reactions  of,  23. 

reduction  of,  25. 

stability  of,  48. 
Diazosulphanilic    acid,    abnormal    behaviour 

with  aniline,  52. 
Diazosulphonic  acids,  stability  of,  48. 
Diazooxy-compounds,  formation  of,  52. 
o-Dibromobenzidine,  58. 
Dibromodihydroxybenzoylbenzoic  acid,  103. 
a-)8-Dibromo-)3-o-nitrophenylpropionic       acid, 

157. 
Dibromoxanthopurpurine,  104, 
Dichlorobenzidine,  21. 
m-Dichlorobenzidine,  59. 
o-Dichlorobenzidine,  58. 
Di-j3-diamidodiphenyl.     See  BenzidiTie. 
Di-j:;-diamidoditolyl.     See  Tolidine. 
Di-jj-dioxybenzophenone,  83. 
Diethyl-??i-amidophenol,  preparation  of,  205. 
Diethylaniline,  analysis  of,  275. 
Dihydrodiamidodimethylphenylacridine,    pre  - 

paration  of,  253. 
w-Dihydroxybenzene,  27. 
Dihydroxytriphenylmethane,  83. 
Dioxin,  43. 
Dioxindol,  156. 
Dioxyanthi'aquinone,  115. 
Dioxy-compounds,  combination  of,  with  diazo- 
salts,  48. 
Dioxy  dichloroquinone,  115. 
Dioxydiphenylmethane,  94. 
2  : 7-Dioxynaphthalene,  16. 
Dioxynaphthalenes,     combination     of,     with 

diazo-salts,  50. 
Dioxynaphthalene  sulphonic  acids,  combina- 
tion of,  with  diazo-salts,  51. 
Dioxy  tartaric  acid,  76. 
Dimethylamidobenzoyl  chloride,  30. 
Dimethj'laniline,  23. 

action  of  formaldehyde  on,  31. 
phosgene  on,  30. 

analysis  of,  274. 

preparation  of,  204. 
s?/m-Dimethyldiamido-di-o-tolylmethane,  78. 
7?i-Dinitrobenzene,  6. 

analysis  of,  271. 

reduction  of,  23. 
m-Dinitrophenol,  preparation  of,  211. 
Di-o-nitrophenyldiacetylene,  158. 
Dinitrosoresorcin.     See  Solid  green. 
TO-Dinitrotoluene,  analysis  of,  271. 


m-Dinitrotoluene,  preparation  of,  206. 
Diphenetidine,  58. 
Diphenyl,  derivatives  of,  57. 

diamines  of,  20. 
Diphenylamine  blue,  91. 

derivatives  of,  23. 

dyestuffs,  124. 

sulphur  colours  from,  167. 
Direct  brown,  74. 

dyes,  35. 

yellow,  46. 
Disazo-dyestuffs,  G&. 
Distillation,  184. 

fractional,  185. 

in  vacuo,  187. 

of  coal-tar,  1. 

with  steam,  189. 
Disulphonic  acid,  anthraquinone,  117. 

acids  of  nitronaphthalene,  12. 
Double  brilliant  scarlet,  G,  66. 

reactions  of,  318. 
Dye-bath,  preparation  of,  284. 
Dyeing,  absorption  theory  of,  33. 

acid  colouring  matters,  289. 

basic  colouring  matters,  289. 

chemical  theory  of,  32. 

mechanical  theory  of,  32. 

solid  solution  of,  32. 

sulphur  dyestufls,  290. 
Dyestuffs,  acid,  35. 

Acridine,  112. 

Alizarine,  114. 

analysis  of,  341. 

application  of,  32. 

azo-,  47. 
action  of  sulphuric  acid  on,  302. 

azoxy-,  45. 

basic,  35. 

books  on,  180. 

classification  of,  33,  342. 

equalising  power,  296. 

examination  of  mixtures  of,  343. 

developed,  37. 

diphenylamine,  124. 

fastness  to  acids,  298. 
alkalies,  298. 
bleaching,  299. 
carbonising,  298. 
light,  297. 

milling  and  washing,  297. 
perspiration,  208. 
stoving,  298. 

from  amidoazo-compounds,  mode  of  forma- 
tion, 146. 

from  tetrazo-salts,  69. 

Flavone  and  Flavonole,  169. 

groups  of,  39. 

hydrazone,  76. 

investigation  of,  on  the  fibre,  350. 

mordant,  36. 

nitro-,  44. 

nitroso-,  42. 

oxy  ketone,  114. 

pyronine,  97. 

qualitative  analysis  of,  308. 

quantitative  analysis  of,  300. 

quinoline,  154. 
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Dyestuffs,  quinoxaline,  151. 
reactions  of,  on  the  fibre,  360. 
rosaniline,  formation  of,  87. 

series,  82. 
rosolic  acid,  93. 
stilbene,  45. 
solubility  of,  296. 
spectroscopic  investigation  of,  359. 
structure  of,  38. 
substantive  to  cotton,  57. 
synthetic,  review  of,  174. 
tetrakisazo-,  74. 
thiazol,  152. 
triphenylmethane,  79. 

colour  of,  95. 
vat,  36. 
xanthone,  168. 

Elimination  of  SO3H,  196. 
Enoleindoxyl,  160. 
Eosine  A,  103. 

preparation  of,  250. 
reactions  of,  330. 

BN,  105. 

reactions  of,  331. 

S,  104. 

scarlet  BB  extra,  reactions  of,  331. 

spirit,  104. 
Eosines,  the,  102. 

reactions  of,  on  the  fibre,  357. 
Erika  B,  66. 
Erythrosine,  105. 

reactions  of,  331. 

G,  105. 
Ethane  from  acetylene,  2. 
Ethylene  from  acetylene,  2. 
Ethoxy benzidine,  21,  58. 
Ethyl  indoxylate,  159. 

isatogenate,  159. 

o-nitrophenylpropiolate,  159. 

violet,  92. 
Eurhodines,  the,  132. 
Euxanthone,  168. 

F  ACID,  14. 
Fast  acid  blue  R,  102. 
reactions  of,  329. 
violet  A,  2R,  102. 
B,  102. 

reactions  of,  329. 
lOB,  93. 
black,  131,  167. 
blue,  129. 
brov(fn  G,  67. 
green  0,  80. 

preparation  of,  225. 
neutral  violet  B,  142. 
Ponceau,  68. 
red  A,  64,  66. 

preparation  of,  230. 
B,  66. 

j)reparation  of,  229. 
BT,  66. 
D,  66. 
reactions  of,  317. 
violet  (reddish),  68. 
Ferrous  sulphate,  specific  gravity  of,  389. 


Fibres,  reactions  of,  283. 

Filtration,  190. 

Fisetine,  170. 

Flavine,  diamond,  66. 

Flavinduline,  151. 

Flavone,  171. 

Flavone  and  Flavonole  dyestuffs,  169. 

Flavopurpurine,  117,  121. 

Fluorene  in  coal-tar,  3. 

Fluorescein,  99. 

preparation  of,  250. 
Fluorescin,  108. 
Formaldehyde,  31. 

analysis  of,  268. 

interaction  of,  with  dimethylaniline,  31. 
Formation  of  azo-compounds,  47. 

diazoamido-copipounds,  prevention  of,  52. 

internal  azo-compounds,  53. 
Fractional  distillation,  185. 
Fuchsin.     See  Magenta. 

New,  89. 

reactions  of,  325. 

S.     See  Acid  Tnagenta. 
Fuming  sulphuric  acid,  analysis  of,  266. 

preparation  of,  184. 

work  with,  183, 

G  ACID,  16. 
Gallamine  blue,  130. 
Galleine,  106. 

reactions  of,  333. 
Gallic  acid,  29. 
Gallocyanine  DH,  129. 

preparation  of,  257. 
Gambin  B.     See  Dioxvii. 

G  or  Y,  43. 

E,  42. 
Garnet,  Alizarine,  R,  119. 
Gentianine,  128. 
Girofle,  143. 
Glacier  blue,  81. 
Green,  acid,  30. 

reactions  of,  326. 

Alizarine,  B,  131. 
G,  131. 
S,  120,  122. 
reactions  of,  335. 

Alsace,  J,  43. 

Anthraquinone,  GX,  391. 

Azine,  GB,  140. 
S,  141. 

Azo,  81. 

Bindschedler's,  132. 

Brilliant,  79. 
reactions  of,  323. 

Chrome,  91. 

Columbia,  73. 

Diamine,  B,  73, 

Diamond,  69. 

dyestuffs,  reactions  of,  on  the  fibres,  352, 
372. 

Fast,  0,  80. 
preparation  of,  225. 

Guinea,  81. 

Helvetia,  80. 

Iodine,  90. 

Light  SF  (yellowish),  80, 
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Green,  Malachite,  79. 
preparation  of,  242. 

Methyl,  90. 

Methylene,  128. 
reactions  of,  338. 

Naphthol,  B,  42. 

Resorcin,  42. 
reactions  of.  313. 

Solid,  42. 

"Victoria,  80. 
Green  oil,  3. 
Grey,  Benzo,  72. 

dyestuffs,  reactions  of,  on  the  fibre,  354. 
Guinea  green,  81. 
G  salt  in  azo-combination,  56. 

H  ACID,  17. 
Heating,  182. 

under  pressure,  182. 
Heavy  oil,  3. 
Heliopurpurines,  391. 
Helvetia  green,  80. 
Hessian  brown  BB,  74. 

MM,  75. 
purple  N,  72. 
Hexamethylrosaniline  chloride,  89. 
Hexaoxyauthraquinones,  123. 
History  of  the  Safranines  and  Aposafranines, 

134. 
Hochst  new  blue,  93. 
Hofmann's  violet,  90 
Homoaurine,  94. 
Homorosaniline,  84. 
Hydrazobenzene,  21. 
Hydiazones  as  dyestuffs,  76. 
Hydrocarbons,  percentages  of,  in  coal-tar,  4. 

polymerisation  of,  2. 
Hydrochloric  acid,  strength  of,  380. 
Hydrocyanocarbodiphenylimide,  164. 
Hydrometer  scales,  comparative  table  of,  390. 
Hydroxyl  compounds,  benzene  series,  27. 

naphthalene  series,  28. 
group,  acidic  nature  of,  27. 

alkylation  of,  28. 

as  auxochrome,  38. 

presence  of,  in  dyestuffs,  28. 
Hyposulphite  vat,  290. 

Ice  colours,  37. 
Immedial  black,  167. 
V,  167. 

blue,  167. 

sky  blue,  167. 
Indamines,  131. 
Indanthrene  X,  123. 
Indazine  M,  141. 
Indian  yellow,  168. 
Indicators,  191. 
Indigo,  155,  164. 

analysis  of,  305. 

Baeyer  and  Drewson  synthesis  of,  160. 

from  o-nitrobenzaldehyde,  161. 

K.  Heumann  synthesis  of,  163. 

of  the  naphthalene  series,  165. 

preparation  of,  263. 

reactions  of,  on  the  iibre,  356,  358. 

Sandmeyer  synthesis  of,  164. 


Indigo,  syntheses  of,  161. 
Indigocarmine,  165. 
Indigo  pure,  164. 

S,  164. 

salt  K,  162. 
Indigotine,  164. 
Indigo  white,  161 
Indirubine,  160. 
Indogenide,  160. 
Indoine  blue  R,  66,  142. 
Indol,  156. 
Indophenol,  preparation  of,  256. 

white,  126. 
Indophenols,  the,  126. 
Indophor,  163. 
Indoxyl,  two  forms  of,  159. 
Indoxylcarboxylic  acid,  1 63. 
Indoxylic  acid,  160. 

Induline  (spirit  soluble),  preparation  of,  262. 
reactions  of,  340. 

(water  soluble),  preparation  of,  262. 

scarlet,  141. 
Indulines  from  amidoazobenzene,  143. 
Ingrain  colours,  36, 
Iodine  green,  90, 
Iris  blue,  130. 
Iron  mordants,  293. 
Isatin,  156. 

two  forms  of,  159. 
a-Isatinanilide,  164. 
Isatinic  acid,  158. 
Isatogenic  acid,  160. 
Isodiphenyl  black,  preparation  of,  239. 
Isomerides  of  Alizarine,  120. 
Isopurpurine,  117,  122, 
Isorhamnetine,  170. 

Janus  red,  69. 

Katigene  black,  167. 
Ketoindoxyl,  160. 
Ketones,  30. 
Kyrogene  brown,  167. 
Kyrogene  G  and  R,  167. 

L  ACID,  14, 

Laboratory,  technical,  177. 
Lactam  isatin,  159. 
Lactim  isatin,  159. 
Lakes,  40. 

tannin,  35. 
Lanacyl  blue  BB,  66. 

violet  B,  63. 
Lanafuchsine,  66. 
Lancaster  yellow,  discovery  of,  61. 
Laurent  acid,  14. 
Lauth's  violet,  127. 
Law,  Chrysoidine,  49. 
Law  of  Armstrong  and  Wynne,  10. 

Liebei-mann  and  v,  Kostanecki,  40. 
Laws  regulating  the  formation  of  diazo-com- 
pounds,  49. 

rosaniline  dyes,  84. 
Lead  peroxide,  analysis  of,  267. 

preparation  of,  242. 
Leiicaniline,  constitution  of,  82. 
Leucaurine,  93. 
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Light  green  SF  (yellowish),  80. 

oil,  2. 
Lithol  red  R,  391. 
Luteoline,  169,  173. 
Lyons  blue,  90. 

Madder  root,  115. 
Magdala  red,  144. 
Magenta,  88. 

preparation  of,  243. 
reactions  of,  324. 
on  the  fibre,  357. 
Magenta,  Acid,  92. 
reactions  of,  326. 
hydrochloride,  dissociation  of,  33. 
New,  89. 

reactions  of,  325. 
Malachite  green,  79. 
preparation  of,  242. 
series,  79. 

sulphonic  acids  of,  80. 
Maroon,  Alizarine,  119. 
Martins  yellow,  45. 

reactions  of,  on  the  fibre,  357. 
Mauveine,  143. 

Mechanical  theory  of  dyeing,  32. 
Mekong  yellow  G,  74. 

R,  75. 
Melanogen  blue,  167. 
Meldola's  blue,  129. 
preparation  of,  257. 
reactions  of,  337. 
Mercuric  chloride  as  oxidising  agent,  82. 
Metachrome  brown  B,  63. 
Metallic  diazo-compounds,  25. 
Metanil  yellow,  63. 
Metaphenylene  blue  B,  144. 
Methane    transformed     into     benzene     and 

naphthalene,  2. 
Methyl  alcohol,  analysis  of,  269. 
alkali  blue,  reactions  of,  328. 
green,  90. 
violet  6B,  89. 

B,  preparation  of,  245. 
reactions  of,  324. 
violets,  89. 
Methylchromone,  172. 
Methylene  blue  B,  127. 
analysis  of,  305. 
preparation  of,  258. 
mode  of  formation  of,  126. 
reactions  of,  337. 
on  the  fibre,  357. 
green,  128. 

reactions  of,  338. 
violet  RRA,  3RA,  143. 
reactions  of,  339. 
Methylrosanilines,  89. 
Middle  oil,  3. 
Mikado  colours,  46. 
Milling  blue,  141. 
Mimosa,  153. 

Mixed  dyestuffs,  reactions  of,  on  the  fibre,  354. 
Molecular  rearrangement  of  SO.jH,  196. 

weights,  193. 
Monazo-dyestuffs,  62. 
Mordant,  definition  of,  40. 


Mordant  dyes,  36. 

dyestuffs,  structure  of,  40. 

yellow  0,  reactions  of,  318. 
Mordants,  292. 
Morine,  170. 
Muscarine,  131. 
Myricetine,  170. 

Naphtha,  4. 

Naphthalene,  amido-derivatives  of,  24. 
analysis  of,  271. 
from  acetylene,  2. 
from  benzene  and  ethylene,  2. 
from  methane,  2. 
hydroxyl  derivatives  of,  28. 
Indigos  from,  165. 
in  heavy  oil,  3. 
in  middle  oil,  3. 
nitration  of,  7. 

purification  of,  3.  . 

sulphonation  of,  10. 
supply  of,  3. 

used  in  Indigo  synthesis,  3,  163. 
Naphthalene  nucleus,  method  of  numbering,  7. 
positions  in,  7. 
series,  orientation  in,  8. 
Naphthalene-;8-sulphonic  acid,  preparation  of, 

213. 
Naphthalene  sulphonic  acids,sulphonation  of,14. 

trisulphonic  acid,  preparation  of,  219. 
Naphthazarine,  144. 
Naphthazine  blue,  144. 
Naphthionic  acid,  diazo-compound  of,  13. 
description  of,  13. 

preparation  of,  217.  ' 

oi'tho-,  14. 
a-Naphthol,  28. 
;3-Naphthol,  28. 

preparation  of,  214. 
Naphthol  black  B,  68. 
discovery  of,  62. 
preparation  of,  237. 
6B,  69. 
blue.     See  Meldola  blue. 
black,  67. 

preparation  of,  236. 
green  B,  42. 
l-Naphthol-3  :  6 -disul phonic  acid,  15. 
2-Naphthol-3  :  6-disulphonic  acid  (R  acid),  16. 

preparation  of,  215. 
2-Naphthol-6  :  8-disulphonic  acid  (G  acid),  16. 
l-Naphthol-4-sulphonic     acid     (Neville    and 
Winther's  acid),  15. 
preparation  of,  218. 
2-Naphthol-6-sulphonic  acid  (Schallier's  acid), 
16. 
preparation  of,  214. 
2-Naphthol-8sulphonicacid  (Crocein  acid),  16. 
2-Naphthol-3  :  6  :  8-trisulphonic  acid,  16. 
Naphthol  sulphonic  acids,  15. 
analysis  of,  280. 

combination  of,  with  diazo-salts,  50. 
yellow  S,  45. 
analysis  of,  308. 
preparation  of,  226. 
reactions  of,  312. 
on  the  fibre,  357. 
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Naphthols,  analysis  of,  280. 

combination  of,  with  diazo-salts,  50. 
Naphthyl  blue,  141,  143. 
black  N,  69. 

red,  143. 
o-Naphthylamine,  24.   ' 

preparation  of,  216. 

diazotisation  of,  229. 
j3-Naj)hthylamine,  24. 

analysis  of,  275. 

preparation  of,  221, 
2-Naphthylamine-6  :  8-disulphonic  acid  G,  14. 

preparation  of,  222. 
l-Naphthylamine-4  :  7-disul phonic  acid,  14. 
2-Na{)hthylamine-3  :  6-disulphonic  acid,  14. 
l-Naphthylamine-3-sulphonic  acid,  14. 
l-Naphthylamine-5-sulphonic  acid,  14, 
l-Naphthylamine-6-sulphonic  acid,  14. 
l-Naphthylamine-7-sulphouic  acid,  14. 
l-Naphthylamine-8-sulphonic  acid,  14. 
2-Naphthylan)ine-6-sulphonic  acid,  14. 
2-Naphthylamine-7-sulphonic  acid,  14. 
Naphthylamine  sulphouic  acids,  12. 

analysis  of,  281. 

combination  of,  with  diazo-salts,  50. 
l-Naphthylamine-S  :6  :8-trisulphonicacid,  15. 

preparation  of,  219. 
2-Naphthylamine-3  :  6  :8-trisulphonicacid,  15. 
Naphthylamine  black  D,  69. 

brown,  66. 

violet,  150. 
Naphthylamines,  analysis  of,  275. 

combination  of,  with  diazo-salts,  50. 
Naphthylene  red,  71. 
Navy  blue,  92. 
Neutral  blue,  140, 

dyestuffs,  reactions  of,  on  the  fibre,  347,  348. 

red,  133. 

violet,  133, 
Fast,  B,  142. 
Neville  and  Winther's  acid,  15,  391. 
New  blue  R,  129. 

coccine,  66. 

fuchsin,  89. 
process,  88. 
reactions  of,  325. 

methylene  blue  GG,  130. 
N,  129. 
Nicholson's  blue,  92. 
Night  blue,  91. 

titration  of  Naphthol  yellow  with,  308. 
Nigrosines  and  Indulines,  the,  143. 

from  nitrophenol,  149. 
Nile  blue  A,  130. 

2B,  130. 
o-Nitracetanilide,  23. 
^-Nitracetanilide,  23. 

preparation  of,  202. 
m-Nitraniline,  23. 
p-Nitraniline,  20,  23. 
diazosalt  of,  48. 
diazotisation  of,  236. 
preparation  of,  202. 

red,  63. 

discovery  of,  62. 
Nitranilines,  analysis  of,  275. 
Nitration,  benzene  series,  5. 


Nitration,  naphthalene  series,  7. 
Nitric  acid,  strength  of,  381. 
o-Nitroacetocinnamone   162. 
a-Nitroalizarine,  119. 
)8-Nitroalizarine,  119. 
o-Nitroanisol,  alkaline  reduction  of,  21. 
7?i-Nitrobenzaldehyde,  6,  31. 
o-Nitrobenzaldehyde,  31. 

formation  of,  162. 
Nitrobenzene,  alkaline  reduction  of,  21. 

analysis  of,  271. 

as  oxidising  agent,  82. 

preparation  of,  1 1 9. 

reduction  of,  19. 
Hi-Nitrobenzoic  acid,  6. 
7n-Nitrobenzonitrile,  6. 
o-Nitrobenzylideneaniline,  31. 
0  Nitrobenzyl  chloride,  31. 
o-Nitrocinnamic  acid,  157. 
Nitro-compounds,  as  dyestuffs,  44. 

benzene  series,  orientation  of,  5. 
7n-Nitro-compounds,  formation  of,  6. 

further  nitration  of,  6. 
Nitro-dyestuff"s,  structure  of,  44. 

reactions  of,  346. 
Nitro-group,  acidic  influence  of,  5. 

benzene  series,  5. 

naphthalene  series,  7. 
Nitronaphthalene  disulphonic  acids,  12. 

sul  phonic  acids,  12. 
a-Nitronaphthalene,  24. 

preparation  of,  216. 
Nitronaphthalenes,  reduction  of,  24. 
Nitronaphthylamine  sulphonic  acids,  13. 
o-Nitrophenol,  6. 
p-Nitrophenol,  6. 

Nitrophenols,  Nigrosines  from,  149. 
o-Nitrophenylacetylene,  158. 
o-Nitrophenyllactomethylketone,  161,  162. 
o-Nitrophenylpropiolic  acid,  157. 
Nitrosamine  paste,  48. 

red,  64. 
Nitroso-compounds  as  dyestuff's,  42. 

reactions  of,  346. 
Nitrosodimethylaniline,  23. 

preparation  of,  205. 
Nitrosodioxynaphthalene.     See  Dioxin. 
o-Nitroso-o-naphthol.     See  Gambin  R. 
o-Nitroso-y3-naphthol.     See  Gambin  G  or  Y. 
Nitroso  -  j8  -  naplitholsulphonic      acid.         See 

Naphthol  green  B. 
Nitroso-m-phenylenediamine,  20. 
Nitrosophenols,  42. 
o-Nitrotoluene,  6. 

alkaline  reduction  of,  21. 
Nitrotoluenes,  analysis  of,  271. 

Oleic  acid,  detection  of,  on  the  fibre,  350. 
Olive,  Beuzo,  73. 
Opal  blue  (Aniline  blue),  246. 
Orange,  Acridine,  113. 
R  extra,  113. 

Alizarine,  G,  121. 
preparation  of,  334. 

Azo,  R,  74. 

Brilliant,  R,  66. 

Cotton,  G,  63. 

26 


402 


INDEX. 


Orange,  Cotton,  R,  67. 

dyestuHs,  reactions  of,  on   the  fibre,    352, 
368. 

Pyramine  3G,  71. 
Orange  I.,  66. 

II.,  66. 
preparation  of,  228. 
reactions  of,  315. 

III.,  63. 

IV.,  63. 

G,  65. 
reactions  of,  314. 

GT,  65. 
Oranges,  the  discovery  of,  61. 
Orientation  of  the  nitro-compounds  (benzene 
series),  5. 

in  the  naphthalene  series,  8. 
Ortho-naphthionic  acid,  14. 
Oxazines,  129. 
Oxidation  of  anthracene,  3. 
Oxindol,  156. 

Oxyazobeiizene  with  sulphuric  acid,  53. 
Oxyazo-compounds,  63. 

discovery  of,  61. 

formation  of,  47. 

laws  regulating  formation  of,  49. 
m-Oxybenzaldehyde,  31. 
^;-Oxy-oj>-dinitrodiphenylamine,  167. 
Oxyketone  dyestuffs,  114. 

reactions  of,  349. 
Oxynaphthoquinone,  115. 

Paeonine,  94. 
Palatine  red,  66. 

scarlet,  65. 
Paraaurine,  94. 
Pararosaniline,  84. 
Pararosolic  acid,  94. 
Patent  blue  A,  81. 

V,  80. 

reactions  of,  327. 
Pentaoxyanthraquinonos,  123. 
Phenanthrene  in  coal-tar,  3. 
Phenol,  analysis  of,  278. 

conversion  of,  into  salicylic  acid,  29. 

formation  of,  27. 

in  middle  oil,  3. 

nitration  of,  6,  27. 

purification  of,  4. 

sulphoiiic  acids  of,  27. 
Phenols,  in  heavy  oil,  3. 

percentages  in  coal-tar,  4. 
Phenol phthalein,  98. 
0- Phenol phthalein,  99. 

anhydride,  99. 
Phenol-o-sulphonic  acid,  27. 
Phenol-ju-sulphonic  acid,  27. 
Plienylacridiue,  112. 
Plienyl  ammonium  chloride,  26. 

derivatives  of  rosaniline,  90. 
Phenylene  blue,  131. 

brown.     See  Bismarck  brown. 
m-Phenylenediamine,  20,  60. 

analysis  of,  277. 
j9-Phenylenedianiine,  20. 

diazotisation  of,  20. 
^-Phenyleuediamine-azo-xylidine,  59. 


Phenylglycine,  163. 
Phenylglycine-o-carboxylic  acid,  163. 
Phenylrosinduline,  146. 
Phloxine,  105. 

analysis  of,  332. 

P,  105. 
Phosgene,  31. 

process,  88. 

used  in  the  preparation  of  aromatic  ketones, 
30. 
Phosphine,  112. 
Phthaleins,  the,  98. 
Phthalic  acid  from  naphthalene,  30. 

anhydride,  30. 
analysis  of,  279. 
Phthalophenone,  100. 
Picric  acid,  28,  45. 

formation  of  diazooxy-compound  from,  52. 

reactions  of,  312. 
on  the  fibre,  357. 
Pitch,  3. 
Poly azo -compounds,    colours    with    sulphuric 

acid,  54. 
Polymerisation  of  hydrocarbons,  2. 
Ponceau  2G,  65. 

4GB,  64. 

reactions  of,  314. 

2R,  66. 

3R,  66. 

5R,  68. 

6R,  66. 

4RB,  68. 

Crystal,  64. 

Fast,  2B,  68. 
Ponceaux,  64. 

discovery  of,  61. 
Preparation  of  diazo-salts,  24. 
Primary  disazo-dyestuffs,  66. 
Primiiline  yellow,  153. 

discovery  of,  62. 

preparation  of,  263. 

reactions  of,  on  the  fibre,  357. 
Propylene  from  methane,  2. 
Prune  pure,  130. 
Pseudo-base  of  rosaniline,  86. 
Pseudoindoxyl,  160. 
Pseudoisatin,  159. 
Puiri,  168. 
Purification  of  anthracene.  3. 

coal-tar,  2. 

naphthalene,  3. 
Purple,  Hessian,  N,  72. 
Purjmrine,  121. 
Pyramine  orange  3G,  71. 
Pyrene  in  coal-tar,  3. 
Pyrogene  blacks  and  blues,  167. 
Pyronine,  98. 
Pyronine  dyestuffs,  97. 

G,  97. 
Pyrrol  black,  167. 

QUBROETINE,  170. 

Quinizarine,  118,  120. 
Quinoline  bases  in  heavy  oil,  3. 

blue,  or  Cyauine,  154. 

dyestuffs,  154. 

red,  154. 
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Quinoline  yellow,  154. 

S,  154. 
Quinone  structure  of  rosaniline  salts.  86. 
Quinoneoximes  (see  Nitroso-ccmipouiuls),  42. 
Quinoxaline  dyestuffs,  151. 

R  ACID,  16. 

preparation  of,  215, 
2R  acid,  17. 

Reactions  of  dyestuffs  on  the  fibre,  360. 
Reagents,  192. 

Rearrangement,  molecular,  of  SO3H,  196. 
Red,  Acridine,  98. 
Alizarine,  S,  120. 
Atlas,  63. 
Cloth,  B,  68. 
3B,  68. 
G,  68. 

0,  reactions  of,  319. 
Congo,  57,  70. 
analysis  of,  301. 
reactions  of,  321. 
on  the  fibre,  357. 
Corallin,  94. 
dyestuffs,    reactions  of,  on   the   fibre,    351, 

373. 
Fast,  64,  66. 

A,  66. 
preparation  of,  230. 

B,  66. 
preparation  of,  229. 

BT,  66. 
D,  66. 

reactions  of,  317. 
diamine,  preparation  of,  232. 
Janus,  69. 
Lithol,  R,  391. 
Magdala,  144. 
Naphthyl,  143. 
Naphthylene,  71. 
Neutral,  133. 
^-Nitrauiline,  63. 
NitMsaniine,  64. 
Palatine,  66. 

Priniuline,  reactions  of,  on  the  fibre,  357. 
Quinoline,  154. 
Sorbine,  66. 
Toluylene,  133. 
violet  4RS,  92. 

5RS,  92. 
Wool,  G,  391. 
Red-brown  dyestuffs,  reactions  of,  on  the  fibre, 

351. 
Reseda  luteola,  173. 
Resorcin  brown,  67. 
discovery  of,  62. 
green,  reactions  of,  313. 
See  Solid  green. 
Resorcinol,  analysis  of,  279. 
Review  of  synthetic  dyestuffs,  174. 
Rhamnazine,  170. 
Rhamnetine,  170. 
Rhodamine  B,  100. 

preparation  of,  252. 
3B,  101. 
Rhodamine  G,  102. 
S,  101. 


Rhodamines,  the,  101. 
Rliodaniines  on  cotton,  35. 
Roccelline,  preparation  of,  230. 
Root,  Madder,  115. 
Rosamine,  Acid,  A,  102. 
Rosaniline,  ammonium  base  of,  86. 

base,  constitution  of,  83. 
formation  of  salt  from,  85. 

blues,  90. 

carbinol  base  of,  85. 

chlorides  of,  85. 

constitution  of,  82. 

dyes,  constitution  of,  85. 

laws  regulating  formation  of,  84. 
methods  of  f()rmation,  87. 

phenyl  and  tolyl  derivatives  of,  90. 

phenylation  of,  90. 

quinone  structure  of  salts,  86, 

series,  82. 

sulphonic  acids  of,  91. 
;o-Rosaniline,  84. 
Rosanilines,    necessary    positions    of    amido- 

groups,  85. 
Rosazurine  B,  71. 
Rose  Bengal,  105. 

3B,  106. 

reactions  of,  332. 
Rosinduline  G,  140. 

2G,  140. 
Rosolic  acid  dyestuffs,  93. 
Rosoplienine  S6,  66. 
Rota's  analysis  of  dyestuffs,  341. 
R  salt  in  azo-combination,  56. 
Ruberythric  acid,  1 1 5. 
Rubia  tinctorum  L,  115. 
Rufigallol,  123. 

S  ACID,  14,  16. 
2S  acid,  17. 
Safranine  MN,  143. 

T,  142. 

preparation  of,  260. 
reactions  of,  339. 
Safranines,  the,  141, 

constitution  and  history  of,  134. 

mode  of  formation  of,  141. 
Safranole,  138. 
Salicylic  acid,  29. 

analysis  of,  279. 
Salt  colours.     See  Direct  dyes. 

solution,  specific  gravity  of,  386. 
Salting  out,  191. 
Scarlet,  Azine.  G,  reactions  of,  340. 

Biebrich,  68. 

reactions  of,  319. 

Cloth,  G,  68. 

Cochineal,  65. 

Crocein,  8B,  68. 
0  extra,  68. 

Crystal,  6R  (Crystal  Ponceau),  64. 
analysis  of,  303. 

Double  brilliant,  G,  66. 
reactions  of,  318. 

Eosine,  BB  extra,  reactions  of,  331. 

Induline,  141. 

Palatine,  65. 

Wool,  R,  65. 
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SchafiFer's  acid,  16. 

Schoellkopf  acid,  14. 

Secondary  disazo-dyestuffs,  67. 

Separation  of  dyestufFs  by  arayl  alcohol,  357 

Silk  dyeing,  286. 

Sky  blue,  Diamine,  71. 

Immedial,  167. 
Sodium  acetate,  specific  gravity  of,  387. 
bisulphite,  specific  gravity  of,  386. 
carbonate,  strength  of,  385. 
nitrite,  analysis  of,  268. 
sulphate,  specific  gravity  of,  386. 
sulphide,  analysis  of,  268. 
Solid  green  (Fast  green  0),  42. 
preparation  of,  225. 
solution  theory  of  dyeing,  32. 
Soluble  blue  (Water  blue),  S*2. 
preparation  of,  249. 
reactions  of,  328. 
Sorbine  red,  66. 

Spectroscopic  investigation  of  dyestuH's,  359 
Spirit  cyanosine,  105. 
eosine,  104. 
yellow  R,  63. 
St  Denis  red,  72, 
Stilbene  dyestuffs,  45. 

yellow,  46. 
Structure  of  dyestufFs,  38. 

of  mordant  dyestuffs,  40. 
Styrene  from  acetylene,  2. 

from  benzene  ajid  ethylene,  2. 
Substantive  dyes,  35. 

cotton  dyes,  57. 
Sudan  I. ,  65. 
II.,  65. 
III.,  68. 
G,  65. 
brown,  66. 
Sulphanil  black,  167. 
p-Sulphanilic  acid,  23. 
analysis  of,  276. 
diazotisation  of,  228. 
preparation  of,  204. 
Sdlphate  of  alumina,  specific  gravity  of,  387. 
Sulphide  colours.     See  Sulphur  colours. 
Sulphonation,  benzene  series,  9. 

naphthalene  series,  1 0. 
Sulphonazurine,  72. 

Sulphonic  acid  group,  acid  character  of,  9. 
methods  of  introducing,  9. 
reactions  of,  10. 
acids  (benzene  series),  orientation  of,  10. 
purification  of,  10. 
of  nitronaphthalene,  12. 
of  the  Malachite  green  series,  80. 
(naphthalene  series),  10. 
of  naphthols,  15. 
of  naphthylamines,  12. 
of  Rosaniliiie  dyes,  91. 
Sulphur  black  T,  167. 
preparation  of,  265. 
colours,  166. 
dyeing  of,  290. 
Sulphuric  acid,  action  of  azo-dyestuffs  on,  302. 
fuming,  analysis  of,  266. 

work  with,  183. 
strength  of,  383. 


Sun  yellow,  46. 

Synthetic  dyestuffs,  review  of,  174. 

Syntheses  of  Indigo,  161, 

Tannic  acid,  detection  of,  on  the  fibre,  350. 

strength  of,  385. 
Tannin  dyestufis.     See  Basic  dyestuffs. 

lakes,  35. 
Tartar  emetic,  specific  gravity  of,  388. 
Tartrazine,  76. 
Technical  laboratory,  177. 
Terracotta  F,  67. 
Tetraamidoditolylphenylmethane,  113. 

preparation  of,  253. 
Tetrabromofluorescein,  103. 
Tetrakisazo- dyestufis,  74. 
Tetramethyldiamidobenzhydrol,  30. 
Tetraraethyldiamidobenzophenone,  17,  30. 
Tetramethyldiamidodioxydiphonylmethane, 

97. 
Tetramethyldiamidodiphenylraethane,  77. 

oxidation  of,  30. 

oxide,  98. 
Tetraoxyanthraquinone,  122. 
Tetrazobenzidine  chloride,  69. 

salts  of,  57. 
Tetrazodiphenyl.     See  Tetrazohcnzidine. 
Tetrazo  salts,  azo-dyestuffs  from,  69. 
Thiazines,  126. 
Thiazol  dyestuflFs,  152. 
Thiocarbanilide,  preparation  of,  209. 
Thiocarmine  R,  128. 
Thioflavine  S,  153. 

T,  153. 
Thiogene  blue,  167. 
Thionineblue  G,  128. 
Thionol  black,  167. 
Titanous  chloride,  analysis  with,  302. 

as  a  reagent,  358. 
Tolidine,  21. 

analysis  of,  278. 

diazotisation  of,  231. 

disulphonic  acid,  59. 
Toluene,  analysis  of,  270. 

from  coke  ovens,  3. 

in  light  oil,  3. 

oxidation  of,  29. 

purification  of,  3. 

yearly  output,  3. 
Toluidine,  determination  of,  273,  276. 
Toluidine  blue  0,  126. 

reactions  of,  338. 
o-Toluidine,  19. 
Toluylene  blue,  132. 

brown,  75. 

red,  133. 
m-Toluylenediamine,  20. 

preparation  of,  207. 
j»-Toluylenediamine,  20. 
Tolyl  derivatives  of  rosaniline,  90. 
Triethylrosaniline  iodide,  90. 
Trinitrotriphenylmethane,  82. 
Trioxyanthraquinones,  121. 
Triphenylmetnane,  82. 

dyestuffs,  colour  of,  95. 
division  of,  79. 
Malachite  green  series,  79. 
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Triphenylmethane  dyestuflFs,  Rosaniline  series, 

82. 
Rosolic  acid  series,  93. 
Tropaolines,  discovery  of,  61. 
Turkey- red,  nature  of,  36. 
oil,  292. 
analysis  of,  281. 

Union  fast  claret,  68. 
Uranine,  99. 
reactions  of,  330. 

Vat  colours,  dyeing  of,  290. 

dyes,  36. 
Victoria  blue  B,  91, 
R,  91. 
4R,  91. 
green,  70. 
violet  4BS,  65. 
Vidal  black,  167. 
Violamine  B,  102. 
G,  102. 
R,  102. 
2R,  102. 
Violet,  Acid,  6B]Sr,  95. 
Acid,  N,  reactions  of,  327. 
Alkali,  93. 
Amethyst,  143. 
Benzo,  R,  71. 
Chrome  (Bayer),  91. 

(Geigy),  95. 
Crystal,  89. 

reactions  of,  325. 
Diamine,  N,  formula  of,  236. 
dyestuffs,  reactions  of,  on   the   fibre,  35?  . 

362. 
Ethyl,  92. 
Fast  (reddish),  68. 
acid,  A,  2R,  102. 
B,  102. 

reactions  of,  329. 
lOB,  93. 
Hofmann's,  90. 
Lanacyl,  B,  63. 
Lauth's,  127. 
Methyl,  6B,  89. 

B,  preparation  of,  245. 
reactions  of,  324. 
Methylene,  RRA,  3RA,  143. 

reactions  of,  339. 
Naphthylamine,  150. 
Neutral,  133. 
Red,  4RS,  92. 

5RS,  92. 

Victoria,  4BS,  65. 

Wool,  S,  63. 

Violets,  Acid,  92. 

Methyl,  89. 


Water  blue,  92. 
White,  Indigo,  161. 

Indophenol,  126. 
Wool  black  6B,  67. 

dyeing,  285. 

redG,  391. 

scarlet  R,  65. 

violet  S,  63. 

Xanthone,  169. 
dyestuffs,  168. 
Xylene,  analysis  of,  270. 
Xylenes,  from  coal-tar,  3. 
Xylidine,  analysis  of,  27t3. 

Yellow,  Acid,  63. 
Acridine,  113. 
Alizarine,  64. 

A,  114. 

preparation  of,  254. 

C,  114. 

FB,  73. 

GG,  65. 

R,  65. 
Carbazol,  71. 
Chloramine,  153. 
Chrome,  D,  66. 
Corallin,  94. 
Cotton,  G,  70. 

R,  66. 
Crumpsall,  66. 
Diamond,  65. 

G,  66. 

R,  66. 
Direct,  46. 
dyestuffs,   reactions  of,  on   the   fibre,  352, 

368. 
Indian,  168. 
Martins,  45. 

reactions  of,  on  the  fibre,  357. 
Mekong  G,  74. 

R,  75. 
Metanil,  63. 

Mordant,  0,  reactions  of,  318. 
Naphthol,  S,  45. 

analysis  of,  308. 

preparation  of,  226. 

reactions  of,  312. 
on  the  fibre,  357. 
Primuline,  153. 
Quinoline,  154. 

S,  154, 
Spirit  R,  63. 
Stilbene,  46. 
Sun,  46. 

ZiNO  ammonium  chloride,  preparation  of,  221. 
dust,  analysis  of,  267. 
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